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(54) Photopolymerizable composition 

(57) A photopolymerizable composition comprising 
a polymer having a radical polymerizable group and a 
unit represented by the following formula (I) ; 




(I) 



wherein Q 1 represents a cya.no group or COX 2 ; X 1 and 
X 2 each independently represent -R- or a halogen atom, 
R represents a hetero atom: R a and R b each independ- 
ently represent a hydrogen atom, a halogen atom, a cy- 
ano group or an organic residua! group; X 1 and X 2 may 
be taken together to fcrm a cyclic structure; R 1 and R b 
may betaken together to form a cyclic structure: and X 1 
and R a or R b may be taken together to form a cyclic 
structure. 
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Description 

FIELD OF THE INVENTION 
[0001] 



[0001] This invention relates to a photopolyrrerizable composition useful in stereolithography holoqraohv im a ™ 
formmg mater,a.s, suoh as lithographic printing p ate precursors, color proofs, photoresists, a cotor Photo 

aZTT m fw"f' S indUdin9 inkS ' COatin9S - and adhesiV6S - 11 P articularl ' ^ates to a pho£o£^.^ 
T " 3 ,ith ° graPhiC Printh9 Plate P^"— capable of direct p.atemaking based on d^ al Sa 
from a computer, etc. (direct-to-plate) by use of various lasers. 9 

BACKGROUND OF THE INVENTION 

nnn^ 1 S°o d 8t f? ' aSerS semiconductor laser s- gas lasers emitting light from infrared to ultraviolet wavelengths 

2? It T C ° me 10 be eaSHy aVa,,able WUh hi9h ° Utput and com P act si2es - These 'asers are veTuseS 

as a light source in direct-to-plate digital systems. ^ 

maSL,, A h^S y ° f StUdi9 ! 1 haVe been ^dertaken on recording materials sensitive to various .asers. Recording 

oMonaer such TZ >M ^ W "' in,rared laSer liant havin 9 wavelength, of 760 nm 

or longer, such as the posrt.ve-workmg material disclosed in U.S. Patent 4,708,925 and the negative-working material 
of ac,d caudyst-mduced crosslinking type disclosed in JP-A-8-276558 (The term "JP-A" as used herein means an 
unexamined published Japanese patent application"); and those writable with u.travioiet or visible lase light havino 
2 850 T S ? £° * J°° SUCh 83 tHe radiCSl P^enzable, negative-working materials disclosed* US PatS 

[00041 ont t other J a ? ^ ^ ^ " JP 'T " ^ 3 ° " exam,ned Ja P a " ese P atent P^lication" 

[0004] On the other hand, recordmg materials sensitive to short wavelengths of 300 nm or shorter and electron rays 

are spoca ly important as a photoresist material. With the recent increase in integrity of integrated circuits, micro- 

LbsTates for vTs^t T ?!h Z ^ d,manded in the f abriCation Qf semiconductor 

substrates for VLSIs, etc. To meet the demand, the wavelengths of aligners used in photolithography have been qettinq 
shorter and shorter. Use of far ultraviolet light or excimer .aser light (e.g. , XeCI, KrF or ArF) has been attemp ed and 

nl e Z' Cr0 T tter f 9 With 30 e ' eCtr0n bSam h3S nCW C ° me t0 bS StUdiSd ln P articular ' an electron beam is a promising 
light source for patterning technology of next genaration. 9 

30 in^h 1 h Perf ° rmanc f e requirements common to all these image-forming materials are film strength, storage stability 
t hS IS f ■' 3 P h0t0Sensitive Reco ' din 9 materials for lithographic printing plates are especiaHy required 
to have high ,1m strength for assuring press life. However, it is difficult to satisfy all the requirements for filmstrenqth 
storage stability and sensitivity. State of the art image-forming materials have not shown sufficiently satisfactory results' 
waiting for development of innovative techniques 

35 

SUMMARY OF THE INVENTION 

[0006] An object of the present invention is to provide a photopolymerizable composition, particularly a photo-radical 
polymenzable composition promising in imaging technology for its highest sensitivity, which provides a photosensitive 
layer excellent in all of film strength, storage stability and sensitivity. The object is particularly to provide a photopoly- 
merizable composition specially suited to fabricate a lithographic printing plate precursor capable of direct writing with 
a solid state laser or a semiconductor laser emitting ultraviolet light, visible right or infrared light based on digital data 

^^■T'' etC " the P notosensitiv e 'ayer of which is excellent in storage stability and sensitivity and provides a 
cured film with an extended press life. 

[0007] As a result of extensive investigation, the present inventors have found that the above object is accomplished 
by using a polymer prepared by polymerizing a specific monomer. 

[0008] The present invention provides a photopolymerizable composition containing a polymer having a radical po- 
lymenzable group and a unit represented by formula (I): 




(I) 



wherein Q1 represents a cyano group or COX2; * and X2 each represent -R- or a halogen atom, R represents a hetero 
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atom; R a and R b each represent a hydrogen atom, a halogen atom, a cyano group or an organic residual group; X • 
and X 2 may be taken together to form a cyclic structure; R a and R b may be taken together to form a cyclic structure: 
and X 1 and R a or R b may be taken together to form a cyclic structure. 

[0009] Acrylic esters, acrylamides, methacrylic esters, and methacrylamides have been employed as monomers 
providing polymeric binders because of their generally high polymerizability. On the other hand, monomers having poor 
polymerizability include itaconic esters and styrene monomers. 

[001 0] In applications requiring high film strength, such as printing plates, monomers are required to provide polymer 
of high molecular weights. From this viewpoint, highly polymerizable acrylic or methacrylic monomers are preferred. 
However, polymeric binders prepared from acrylic or methacrylic monomer systems tend to have poorer compatibility 
with low-molecular components with increasing molecular weights. While it is preferable for improving sensitivity to 
add a crosslinkable monomer (low-molecular component) in an increased proportion, a photopolymerizable composi- 
tion containing such an increased amount of a low-molecular component tends to have poor storage stability because 
the low-molecular component is liable to separate due to insufficient compatibility of the binder. 
[0011] a-Hetero-substituted methyl acrylates are known to be comparable to acrylic monomers in polymerizability. 
The present inventors prepared polymers comprising a unit derived from an a-hetero-substituted methyl acrylate having 
a radical polymerizable group introduced thereto and ascertained that the polymers hardly induce separation of a 
crosslinking monomer (a low-molecular component) added In an increased amount and exhibit higher sensitivity than 
the photopolymerizable compositions of related arts. While the reasons have not been elucidated, it is considered that 
sleric hindrance by the a-heteromethyl structure and the ester or amide structure incorporated into the polymer ma;n 
chain prevents agglomeration of polymer molecules and that the tx-hetero moiety is effective in enhancing the inter- 
action with a low-molecular compound, resulting in increased effects of radical polymerization. 

DETAILED DESCRIPTION OF THE INVENTION 



[001 2] The polymer characteristic of the present invention has a radical polymerizable group and the unit represented 
by formula (I) [hereinafter simply referred to as the unit (I)]. In other words, it is a polymer resulting from polymerization 
at an unsaturated double bond adjacent to Q 1 . 

[0013] The unit (I) may be either in the form of a monovalent substituent or in the form of a single compound with all 
of R a , R b , X 1 , and X 2 having an end group. 
30 [0014] The polymer of the invention is divided into the following three types according to the position of a radical 
polymerizable group. 

(A) A type having a radical polymerizable group introduced into X 1 . 

(B) A type having a radical polymerizable group introduced into Q 1 . 

35 (C) A type having a radical polymerizable group introduced into a comonomer unit other than the unit (I). 

[001 5] The polymer of the invention preferably contains a comonomer unit having an alkali-soluble group. The alkaii- 
soluble group includes a carboxyl group, a phenoxy group, and a sulfamoyl group. 

[0016] The polymer is preferably of the type (A) or (B), still preferably of the type (A). The polymer of the type (C) 
preferably has a cyclic structure in the unit (I). The polymer may comprise both a type (A) unit and a type (B) unit. 
[0017] The radical polymerizable group which can be used in the invention is preferably one having at least one 
ethylenically unsaturated double bond. Such a radical polymerizable group is widely known in the art, and any known 
radical polymerizable group can be used in the invention with no particular limitation. The radical polymerizable group 
includes functional groups of acrylic ester type, methacrylic ester type or styrene type. 

[0018] In formula (I) , Q 1 represents a cyano group (CN) or a group of formula COX 2 . X 1 and X 2 each represent a 
hetero atom ora halogen atom. X 1 and X 2 may function as an end group or a linking group. The hetero atom is preferably 
a nonmetallicatom, e.g. , oxygen, sulfur, nitrogen or phosphorus. The halogen atom includes chlorine, bromine, iodine, 
and fluorine. 

[0019] X 1 is preferably a halogen atom or a linking group to which another substituent is bonded to form a hydroxyl 
group, a substituted oxy group, a mercapto group, a substituted thio group, an amino group, a substituted amino group, 
a sulfo group, a sulfonate group, a substituted sulfinyl group, a substituted sulfonyl group, a phosphono group, a sub- 
stituted phosphono group, a phosphonate group, a substituted phosphonate group, a nitro group or a heterocyclic 
group bonded at the hetero atom thereof. 

[0020] X 2 is preferably a halogen atom or a linking group to which another substituent is bonded to form a hydroxyl 
group, a substituted oxy group, a mercapto group, a substituted thio group, an amino group, a substituted amino group 
or a heterocyclic group bonded at the hetero atom thereof. 

[0021] X 1 or X 2 may be each a linking group to which another substituent is bonded. 
[0022] X 1 and X 2 may be connected together to form a cyclic structure. 
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form a cyclic structure. ^luoxyiaie group, h and R° may be connected together to 

S Th'e SEE? SUbStitUents in X '- *• Ra a "° R> will be described in more detail 

lure.dc, N',N--diaryl-N-arylureido, N'-alkyl-N'-aryl-N-akylureido, N'-alkyl-N'-aryW arTe wT^'to^^ . 
aryloxycarbony.amino, N-alkyl-N-alkoxycarbonylamino, N-alkyl-N-a^loxycTrbonytemino N-a^^N a^koxvca*° 
nylam.no, N-aryl-N-ary.oxycarbonylamino. acyl. carboxy! and its conjugated base (hereafter rl7edt ' s ^ 

SCf f* 3 »We<f salt (hereinafter referred to as phesphonatoxy). dlalkvlphosphoppxy f-OTO 
adTsce,^^ 

alkenyl group ncludes v,nyl. 1 -propenyl, 1 -butenyl, cinnamyl, and 2-chloro-1 -ethenyl. The alkynyl group includes ethv 
nyl, 1-propynyl, 1-butynyl, trimethylsilylethynyl, and phenylethynyl 9 P y " 

Tie;? o raC; P grour iety iS rePreSentSd ^ R4CO '' Wherei " ^ iS 3 hydr ° 9e " at ° m ° rthe 

i3switIa e nvon« ofrT 1 the SUbStitUted ^ 9 rou P ****•• the above-recited alkyl groups having 1 to 20 carbon 
S a ?„ a T . V L r hydr09en at ° mS rem0Ved t0 become a divalent ° r 9 a ™ residua.gr oup preferably a straiaht 

b o I? u ? at ° mS - Exam P |es of P referred substituted alkyl groups are chloromethyl 

bromomethyl 2-chloroethyl, trif.uoromethyl, methoxymethyl. methoxyethoxyethyl, allyloxymethyl phSoZS' 

pZl To^eL ,7 lcarba 7 oylo ^ eth y'- N -P h -y'-*amoy.oxyethy.. acetylaminoetnyl. N-methylbenzoylamino- 
propyl. 2-oxoethyl, 2-oxopropyl. carboxypropyl, methoxycarbonylethyl. methoxycarbonylmethyl, methoxycarbonyl 
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butyl : ethoxycarbonylmethyL butoxycarbonylmethyl, allyloxycarbonylmethyl. benzyloxycarbonylmethyl, methoxycarb- 
orylphenylmethyl, trichloromethylcarbonylmethyl, allyloxycarbonylbutyl, chloropheroxycarbonylmethyl, carbamoyl- 
methyl, N-metnylcarbamoylethyl, N.N-dipropylcarbamoylmethyl, N-(methoxyphenyl)carbamoyiethy[. N-methyl-N-(sul- 
fophenyl)carbamoylmethyl. sulfopropyl. suffobutyl, sulfonatobutyl, sulfamoylbutyl, N-ethylsulfamoyfmethyl, N.IM-dipro- 
pylsulfamoylpropyl, N-tolylsulfamoylpropyL N-m9thyl-N-(phosphonophenyl)sulfamoyloctyl. 



phosphonobutyl, phosphonatohexyl, diethylphosphonobutyL diphenylphosphonopropyL methylphosphonobutyl, meth- 
ylphosphonatobutyl, tolylpnosphonohexyl. tolylphosphonatohexyl, phosphonoxypropyl : phosphonatoxybutyl, benzyl, 
phenethyl, a-methylbenzyl : 1-methyl-l-phenylethyl, p-methylbenzyl, cinnamoyl, allyl, 1 -propenylmethyl, 2-butenyl,' 
2-methylallyL 2 -methylpropenylm ethyl 2-propynyl, 2-butynyl, and 3-butynyl. 

[0031] The aryl group includes a phenyl group; a condensed ring made of two or three benzene rings, such as 
naphthyl, anthryL phenantnryl or acenaphthenyl; and a condensed ring made of a benzene ring and a 5-membered 
unsaturated ring, such as indenyl or fluorenyl; with phenyl and naphthyl being preferred. 

[0032] The substituted aryl group is composed of an arylene group and, as a substituent, a monovalent non-metallic 
atom or atomic group (except hydrogen) bonded to the arylene group. The arylene group includes one derived from 
the above-described aryl groups. Preferred substituents include the above-recited substituted or unsubstituted alkyl 
groups and those recited above as a substituent on substituted alkyl groups. Examples of preferred substituted aryl 
groups are biphenyl, tolyL xylyl, mesityL cumenyl, chlorophenyl, bromophenyl, fluorophenyL chloromethylphenyl, trif- 
luoromethylphenyl, hydroxyphenyl, methoxyphenyl, methoxyethoxyphenyl, allyloxyphenyL phenoxyphenyl, methylth- 
iophenyl, tolyithiophenyl, phenylthiophenyl, ethylaminophenyl, diethylaminophenyl, morpholinophenyl, acetyloxyphe- 
nyl, benzoyloxyphenyl.. N-cyclohexylcarbamoyloxyphenyl, N-phenylcarbamoyloxyphenyL acetylaminophenyl, N>meth- 
ylbenzoylaminophenyl, carboxyphenyl, methoxycarbonylphenyl, allyloxycarbonylphenyL chlorophenoxycarbonylphe- 
nyl, carbamoylphenyl, N-methylcarbamoylphenyl, N,N-dipropylcarbamoylphenyl ( N-(methoxyphenyl)carbamoylphe- 
nyl, N-methyl-N-(sulfophenyl) carbamoylphenyl, sulfophenyl, sulfonatophenyl, sulfamoylphenyl, N-ethylsulfamoylphe- 
nyl, N,N-dipropylsulfamoylphenyl, N-tolylsulfamoylphenyl, N-methyl-N-(phosphonophenyl)sulfamoyIphenyl, phospho- 
nophenyl, phosphonatophenyl, diethylphosphonophenyl, diphenylphosphonophenyl, methylphosphonophenyl, meth- 
ylphosphonatophenyl, tolylphosphonophenyl, tolylphosphonatophenyl, ally!, 1 -propenylmethyl, 2-butenyl, 
2-methylallylphenyl 2-methylpropenylphenyI, 2-propynyIphenyl, 2-butynylphenyl, and 3-butynylphenyl. 
[0033] The alkenyl group includes those recited above. The substituted alkenyl group is an alkenyl group with its 
hydrogen displaced with a substituent. The substituent of the substituted alkenyl group includes the substituents enu- 
merated above as for the substituted alkyl group. The alkenyl moiety of the substituted alkenyl group includes those 
recited above. 

[0034] Examples of preferred substituted alkenyl groups are: 



CH 3 CONHS0 2 CH 2 CH 2 CH 2 CH 2 - . 






HS-CH 2 CH 2 CH2CH 2 - , 
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CH 3 0 2 CCH 2 CH=CHCH 2 



C0 2 CH 3 



CK 3 C=CH~CH 2 - % 

10 H0 2 CCH 2 CH=CHCH 2 - , 
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HO-^[}-ch = CII-CH2- . 



CH 2 =CH-CH=CH-CH, 



CI-CH 2 CH=CHCH 2 - 



25 C H 3 CCH=CHCJH 2 - , 

CI 



JD = CH-CH 2 - 

Cl 



HS-CH 2 CH=CHCH 2 - 



group). Examples of preferred heterocyclic groups are shown below. substituted heterocyclic 



O. CIO. (!>. O. 

CP- 00 ■ oco. 
ceo. o. 6. 6 

— 'N 



9NSDOCIO:<EP ladiOdnAi 1 
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Ct. • Q ■ 6-. 



C™ • O • Q& ■ CO. 

O. O. O. Q. 




0' 



[0037] The substituted oxy group is represented by R^O-. wherein R5 is a monovalent non-metal atomic arouo exceot 
hydrogen. Preferred substituted oxy groups include a.koxy, aryloxy, acyloxy, carbamoyl^ K*SoT N 

carbamoyloxy, N.N-diaikylcarbamoyloxy, N.N-diarylcarbamoy.oxy. N-alM-N-arytearbaLy.^ 
sulfoxy.phosphonoxy.andphosphonatoxy.Thealkyl moiety and the arylmoieU these subsTS 
desenbed substituted or unsubstituted alky, groups and substituted or unsubstituted ary. groups The ^ acy motw J"f 
the acyloxy group is represented by R6 CO -, wherein R6 includes the above-described ^substituted or un ubs ftld 
alky groups and substituted or unsubstituted ary. groups. Preferred of these substituted oxy graup ar 
acyloxy. and arylsulfoxy. Examples of preferred substituted oxy groups are methoxy, ethoxy 9 Z P o7 To^Tu- 
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toxy, pentyloxy, hexyloxy, dodecyloxy, benzyloxy, allyloxy, phenethyloxy. carboxyethyloxy, methcxycarbonylethyloxy, 
ethoxycarbonylethyloxy. methoxyethoxy, phenoxyethoxy, methoxyethoxyethoxy. ethoxyethoxyethoxy, morpholi- 
noethoxy, morpholinopropyloxy ; allyloxyethoxyethoxy, phenoxy. tolyloxy, xylyloxy, mesityloxy, cumenyloxy. rrethoxy- 
phenyloxy. ethoxyphenyloxy, chlorophenyloxy, bromophenyloxy. acetyloxy, benzoyloxy, naphthyloxy, phenylsuifony- 
loxy, phosphonoxy, and phosphonatoxy. 

[0038] The substituted thio group is represented by FPS-, wherein H 7 is a monovalent non-metal atomic group except 
hydrogen. Preferred substituted thio groups induce alkylthb. arylthio, alkyldithio.. aryldithio, and acylthio. Tne alkyl 
moiety and the aryl moiety of the substituted thio groups include the above-described substituted or unsubstituted alkyl 
groups and substituted or unsubstituted aryl groups. The acyl moiety of the acylthio group includes those described 
above as R 6 CO-. Preferred of these substituted thio groups are alkylthio and arylthio. Examples of preferred substituted 
thio groups include methylthio, ethylthio, phenylthio, ethoxyethylthio, carboxyethylthio, and methoxycarbonylthio. 
[0039] The substituted amino group is represented by R 8 NH- or (R9(R™)N-, wherein R*, R9 and R™ each represent 
a monovalent non-metallic substituent except hydrogen. Examples of the substituted amino group are N-alkylamino, 
N.N-dialkylamino, N-arylamino, N s N-diarylamino, N-alkyl-N-arylamrno, acylamino, N-alkylacylamino, N-arylacylamino! 
ureido, N'-alkylureido, N*,N'-dialkylureido ! N'-arylureido, N'.N'-diarylureido, N'-alkyl-N'-arylureido, N-alkylureidc : N-ary- 
lureido, N'-alkyl-N-alkylureido, N'-alkyl-N-arylureido r N'^'-dialkyl-N-alkylureido, N' : IV-dialkyl-N-arylureido, N'-aryl-N- 
alkylureido.N'-aryl-N-arylureido, N'.N'-diaryl-N-alkylureido, N\N'-diaryl-N-arylureido ; N'-alkyl-N'-aryi-N-alkylureido, N'- 
alkyl-N'-aryl-N-aryluretco, alkoxycarbonylamino.. aryloxycarbonylamino ; N-alkyl-N-alkoxycarbonylamino, N-alkyl-N- 
aryloxycarbonylamino, N-aryl-N-alkoxycarbonylamino.. and N-aryl-N-aryloxycarbonylamino. 

[0040] The alkyl moiety and the aryl moiety in the substituted amino groups include the above-described substituted 
or unsubstituted alkyl groups and substituted or unsubstituted aryl groups. The acyl moiety in the acylamino, N-alky- 
lacylamino s and N-arylacylamino groups is represented by R 6 CO-, wherein R 6 is as defined above. 
[0041] Preferred of the substituted amino groups are N-alkylamino, N,N-dialkylamino ; N-arylamino, and acylamino. 
Examples of the preferred substituted amino groups are methylamino, ethylamino, diethylaino, mcrpholino, piperidino, 
pyrrolidine, phenylamino, benzoylamino, and acetylamino. 

[0042] The substituted carbonyl group is represented by R 11 -CO-, wherein R 11 is a monovalent non-metal atomic 
group. Preferred substituted carbonyl groups include acyl (inclusive of formyl), carboxyl.. alkoxycarbonyl, aryloxycarb- 
onyi, carbamoyl, N-alkylcarbamoyL N.N-dialkylcarbamoyl, N-arylcarbamoyl, N.N-diarylcarbamoy!, and N-a!kyl-N-aryl- 
carbamoyl. The alkyl and aryl moieties in these substituted carbonyl groups include the above-described substituted 
or unsubstituted alkyl and substituted or unsubstituted aryl groups. Still preferred substituted carbonyl groups are acyl 
(inclusive of formyl), carboxyl, alkoxycarbonyl, aryloxycarbonyL carbamoyl, N-alkylcarbamoyl, N.N-dialkylcarbamoyL 
and N-arylcarbamoyl. Particularly preferred of them are acyl (inclusive of formyl), alkoxycarbonyl and aryloxycarbonyL 
Examples of the preferred substituted carbonyl groups are formyl, acetyl, benzoyl, carboxyL methoxycarbonyl, ally- 
loxycarbonyl, N-methylcarbamoyI, N-phenylcarbamoyl, N.N-diethylcarbamoyl, and morpholinocarbonyl. 
[0043] The substituted sulfinyl group is represented by R 12 -SO-, wherein R 12 j s a monovalent non-metal atomic 
group. Examples of preferred substituted sulfinyl groups are alkylsulfinyl, arylsulfinyL sulfinamoyL N-alkylslfinamoyI, 
N .N-dialkylsulfinamoyL N-arylsulfinamoyL N : N-diarylsulfinamoyl, and N-alkyl-N-arylsulfinamoyl. The alkyl and aryl moi- 
eties in these substituted sulfinyl groups include the above-described substituted or unsubstituted alkyl groups and 
substituted or unsubstituted aryl groups. Still preferred substituted sulfinyl groups are alkylsulfinyl and arylsulfinyL such 
as hexylsulfinyl, benzylsulfinyl, and tolylsulfinyl. 

[0044] The substituted sulfonyl group is represented by R 13 -S0 2 -, wherein R 13 is a monovalent non-meta! atomic 
group. Alkylsulfonyl and arylsulfonyl are preferred. The alkyl moiety and aryl moiety include the above-described sub- 
stituted or unsubstituted alkyl groups and substituted or unsubstituted aryl groups. Examples of the substituted sulfonyl 
groups are butylsulfonyl and chlorophenylsulfonyl. 

[0045] The sulfonato group (-S0 3 ") is a conjugated base anion of a sulfo group (-S0 3 H) as defined supra, which is 
usually used as combined with a counter cation. Generally known cations can be used, such as various onium (e.g., 
ammonium, sutfonium, phosphonium, iodonium, azinium) ions and metal ions (e.g., Na + , K + , Ca 2 *, Zn 2+ ). 
[0046] The carboxylato group (-C0 2 ") is a conjugated base anion of a carboxyl group (COOH) as defined supra, 
which is usually used as combined with a counter cation. Generally known cations can be used, such as various onium 
(e.g., ammonium : sulfonium, phosphonium, iodonium, azinium) ions and metal ions (e.g., Na + , K + , Ca 2+ , Zn 2+ ) 
[0047] The substituted phosphono group is a phosphono group with one or two of the hydroxyl groups thereof sub- 
stituted with organic oxo group(s). Preferred substituted phosphono groups include the above-recited dialkylphospho- 
no, diarylphosphono, alkylarylphosphono, monoalkylphosphono, and monoarylphosphono. Dialkylphosphono and di- 
arylphosphono, such as diethylphosphono. dibutylphosphono, and diphenylphosphono, are still preferred. 
[0048] The phosphonato group (-P0 3 2 " or -P0 3 H") is a conjugated base anion derived by the first or second disso- 
ciation of a phosphano group (-P0 3 H 2 ) as described supra, which is usually used with a counter cation. Generally 
known cations are used, such as various onium (e.g., ammonium, sulfonium, phosphonium, iodonium, azinium)ions 
and metal ions (e.g., Na\ K + , Ca 2 \ Zn 2+ ). 
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s 0 :::::s — <™ - substituted 

of the above-described monoalfcylphosphon [ PO H^vM and m Q n . h° 9 T P ' EXamplSS are boated bases 
preferably used in combination wlm counter ca^ [-P0 3 H(aryl)]. They are usually 

su,on iu hospnonjumiodom . uma ^ 

[0050] The cyclic structures formed between Xi ? nd *2 JfZl L ' * ' * } ' can be used 
and Rb include 5 . t0 8-membererJipSnas pXSivTor T t r^*" * R ° and between * 
sttuent on the ring-fcming carbon a'tom Usefu. sub^nfs inc^osTof^ T ^ They h3Ve a Sub " 
group. Part of the ring-forming carbon atoms may be d.splaoed a hetomiil? af °' ementioned substituted a.kyl 
ring may be part of an aromatic ring. aispiaced WIth a hetero atom (e g _ Q g ^ N) ^ ^ ^ 

[0051] Specific examples of the polymer having the unit (I) are shown below. 
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TABLE 1 



PA Group - Polymers v±th Radical Polymerizable Group on X 1 



Q 1 



(2) 



No. 



PA-1 
PA-2 

PA-3 



PA-4 



PA-S 



PA-7 



PA-8 



o-^oco 



oco 



cc 2 



NCO' 
H 



.o 2 c 



.oco 



\ 



^ NCO 
NCO'^ H 
H 



PA-6 OCO jf~\ 



.CCO 



>= 



N 
H 



CO, 



.0 2 C 



>- 



OCO 



>- 



COOCH, 
COOCH,CH a 

COOCH, 



COOCHpH, 
COOCH, 



COO 




COOCH 3 
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TABLE 1 (cont'd.) 



No. 



PA-9 



PA-10 



PA-11 



PA- 12 



PA- 13 



oco 



>- 




oco 



NCO- 
H 



■oco 



PA-1 4 



PA-1 5 



OCO' 



.oco 



>- 



N 



OCO 



CH 3 



)- 



PA ~ 16 OCONH-/ r_ V-COO^ 



'OCO 



PA-17 OCO ~^Z^ 



OCO 



>- 



OCO 



PA-1 8 



OCO 



OCO, 



>- 



Q' 



COOCH 2 CH 3 

COOCfi, 

CONH-^^° H 
COOCKj 

COOCH 3 

COOCH, 
CO0CH s CH. 



COOCH, 



COOCR, 
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TABLE 1 (cont'd.) 



No. 



Q 



PA-19 



PA-20 



PA-21 



PA-22 



PA-23 



OCO 



N 



°<3 



OCO 



N 



OCO 



coo- 



'OCO 



OCO 



X 



A,co>= 




OCO 



OCO 



OCO 



>- 
>- 



N 



•OCO 



>= 



PA-24 



oco-< 

^oco 

>- 



COOCHjCH/ 



COOCH,CH 3 



COOCH a 



COO 



COO 




/ro be cont'd. 
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COOCH, 
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PA-34 
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•OjC 




COO' 
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TABLE 1 (cont'd.) 



No. X|_ Q 1 

PA-36 . _ ^ ^ V= n ^>^P03(C 2 H s ) 2 

-O Na 

pa " 38 H^XX** . - conh « 
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No. 



X 1 



PB-11 QCQ-^~^ 
PB-12 0(n)C 3 H I7 



PB-13 



PB-14 



PB-15 



PB-16 



PB-T7 



OS0 2 CH 3 



-OCH 3 



HDCH, 



— N 



V 



CH 3 
SH 



PB-13 CCO"^^ V, OCOCH 3 



PB-19 



PB-20 NHC0 2 " 

PB-21 oco " 
PB-22 NHCONH' 




CONH NHCO 



CONH 



"OCOCH3 



s m 7 




NHCO 



S0 2 NHCO 



CONHS0 2 -^^>- 



0 2 C 



CON 



0 2 C, 



CONH NHCO 



,oco 



OCO' 



CONH - 



•ceo 
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TABLE 2 {cont'd.) 



£ Ql ■ 

PB-23 NHCOO^— ^n^n )= 

PR -24 ' V / \ / \ /= 

O O O O-CH3 oco 

P8 ~ 25 o^o^o^o^o^o-ch, coo-s^oc^" 

PB-26 S-< s J j 

coo— -*occ/ 

N 



PB-27 



coo'— ^ 
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TABLE 3 

PC Group - Polymers with Radical 

Polyroorizable Group in Unit Copolyraeri zed with Unit (I) 

Y 



-H-r 



(oomonomer unit) 



No. 



POI 



PC-2 



PC-3 



PC-4 



PCS 



PC-6 



PC-7 



PC-8 



PC-9 



PC-10 



CH, 
CH, 

CH, 

CH a 
CH 3 
CH, 

CH, 
CH, 

CH, 

CH, 



co 2 -^^o 2 c 



COj' 



co 2 



•OjC 

■ V 



o 2 c 



CONK 



>- 



co 2 ^o 2 c 




0 2 C 



o,c 



>- 



CONH 



CONH 
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H 



H 



H 



H 



H 



H 



H 



H 



CONH nhc O 



CONH 




NHCO 



C0NHSO 2 -<Q>- OCO"^ 



CONHSO. 



> 



S0 2 NHCO 




,o a c. 



0 2 C 



CON 



02C, 



CONH' 



NHCO 
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m° 52 ! J hS re$in haVi " 9 tHe Unit (0 may be either a ho^oPo'ymer of the unit (I) or a copolymer comprising the unit 
(I) and other unsuitable other units include those derived from known monomers, such as acrylic esters mlhac^c 

rndTarmreSid m e ethaCfV,amide ' ^ ^ mBthM "" e "* a ^'° nitrile ' 

[0053] The acrylic esters include methyl acrylate, ethyl acrylate, n- or iso-propyl acrylate n- iso- sec or t butvl 
acrylate, amy, acrylate. 2-ethy.hexy. acrylate. dodecyl, acrylaTe, chloroethy. achate. 2^Zy^yl lo^ tZ- 
nl3 r r r t a r' a,e ' ^^pen^c^e, -yclohexyl acrylate. ally, acrylate, tnmethylo.propane mo^cryiate 
pentaerythntol monoacrylate, glycidyl acrylate. benzyl acrylate. methoxybenzyl acrylate. chlorobenzyl acryTate 2 (p 
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hydroxyphenyl)ethyl acrylate, furfuryl acrylate.. tetrahydrofuryl acrylate, phenyl acrylate, chlorophenyl acrylate and 
sulfamoylphenyl acrylate. 

[0054] Examples of the methacrylic esters are methyl methacrylate, ethyl methacrylate. n- or iso-propyl methacrylate 
n-, iso-, sec- or t-butyl methacrylate. amyl methacrylate, 2-ethylhexyl methacrylate. dodecyl methacrylate, chloro^thyl 
methacrylate.. 2-hydroxyethyl methacrylate, 2-hydroxypropyl methacrylate, 5-hydroxypentyl methacrylate, cyclohexyl 
methacrylate, allyl methacrylate, trimethylolpropane monometnacrylate, pentaerythritol monomethacrylate, glycidyl 
methacrylate, methoxybenzyl methacrylate, chlorobenzyl methactylate,2(p-hydroxyphenyl)ethylmethacrylate furfuryl 
methacrylate, tetrahydrofuryl methacrylate, phenyl methacrylate, chlorophenyl methacrylate. and sulfamovlohenvl 
methacrylate. " J r y 

[0055] Examples of acrylamides are acrylamide : N-methylacrylamide. N-ethylacrylamide. N-propylacrylamide N- 
butylacrylamide, N-benzylacrylamide, N-hydroxyethylacrylamide, N-phenylacrylamide ; N-tolylacrylamide. N-(p-hy- 
droxyphenyl)acrylamide ; N-fsulfamoylphenyOacrylamide, N-fphenylsulfonyOacrylamide, N-(tolylsulfonyI)acryl£nide. 
N,N-dimethylacrylamide : N-methyl-N-phenylacrylamide, and N-hydroxyethyl-N-methylacrylamide. 
[0056] Examples of methaciyfamides are methacry lam tf^^^ 

pylmethacrylamide, N-butylmethacrylamide, N-benzylmethacrylamide, N-hydroxyethylmethacrylamide. N-phenyl- 
methacrylamide, N-toly:methacrylamide, N- (p-hydroxyphenyl)methacrylamide, N-(sulfamoylphenyl)methacrylamide 
N- (phenylsulfonyl)methacrylamide, N-(tolylsulfony!)methacrylamide, N,N-dimethylmethacrylamide, N-methyl-N-phe- 
nylacrylamide, and N-hydroxyethyl-N-methylme:hacrylamide. 

[0057] Examples of the vinyl esters are vinyl acetate, viny' butyrate, and vinyl benzoate. 

[0058] Examples of the styrenes are styrene, nethylstyrene. cimethylstyrene trimethylstyrene, ethylstyrene. propyl- 
styrene, cyclohexylstyrene, chloromethylstyrene ; trrfluorome;hy:styrene, ethoxymethylstyrene, acetoxymethylstyrene, 
methoxystyrene, dimetnoxystyrene : chlorostyrene : dichlorostyrene, bromostyrene, iodostyrene. fluorostyrene. and 
carboxystyrene. 

[0059] Of these comonomers particularly suitable are acrylic esters, methacrylic esters, acrylamides, methacryla- 
mides, vinyl esters, and styrenes having 20 or fewer carbon atoms, and acrylic acid, methacrylic acid, and acry'on trile. 
[0060] The copolymer having the unit (I) may be a random copolymer, a block copolymer, a graft copolymer, etc. 
and is preferably a random copolymer. 

[0061] Specific examples of the copolymers having the unit (I) are shown below. 



P-l 



OCC^ C H 3 
C0 2 CH 3 CO z H 



Mw=60000 



P-2 



rK co— 



C0 2 CH 3 



30 

COjH 



M«=90000 



P-3 



CO, 



C0 2 CH 3 



-f CH *<fho- 

C02CH3 



C0 2 H 



CH 3 

•f CH ^-ho- 

CCXjCHg 



Kw=1 0OO0O 
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C0 2 CH 3 CONH 2 



P-4 

.N )-CO 



P-5 



Mw=1 50000 




ON 

A 



Mw=70000 



P-6 




CQ 2 H M * =9000 ° 



P-7 



JO 



C ° 2 C0 2 H C0 2 CH 3 



P-6 

^0(n)C 8 H 17 



Hw=t 50000 




P-9 

^OCH 3 



CO, COj H C O lCHa CONH 2 



Mw=tOOOO0 
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P-11 C0 2 H 



CQ 2 CH 3 C0 2 ^~' C0 2 CH 3 Mw=150O00 



P-12 

,0CH 



C0 2 CH 3 C0 2 —- 0 ^ 0 2 C C0 2 H ^=70000 

P-13 



.o 2 c — ^° 2C 



C0 2 C 2 H^ C0 2 -^ U ° U CQ 2 CH 3 C0 2 H 



Mw=1 20000 



P-14 

,N O 



COz-^^ COs-^^^^OCO C0 2 H 

Ato= 140000 

P-15 

OCOCH 

C0 2 CH 3 CONH-^^NHCOO C0 2 H C0 2 CH a 

Mw=80000 
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P-1Q 

C0 2 H 

CQ 2 CH 3 C0 2 "^~- C0 2 CH, CONH 2 

Mw=1 00000 



C0 2 H 

C0 2 CH 3 C0 2 '^ V ^ C0 2 CH 3 Mw=6C0OO 
oc CO.H 

CO 2 0H s CO,- DjC >= l 02( . !Hs 



M«=90000 



P-1S 

.OCON 



. Mw=!1C000 

* hea,in9 a ™ - — — «— p.- 

[0063] It is preferred for the photopolymerizable composition of the invention to contain «- . 
cCaXS ^ P °T r haVi " 9 Unit ( °- ' inear ^n'cX^ 

edTc PO'ymenzable compound having a photopolymerizable unsaturated double bond It is recommend" 
ed to choose a linear organic polymer which is soluble in or swellable with water or a weak alkali * 
comnbutory to make the composition deve.opable with water or a weakly Sne Z^ZS„t22 

wh STo wat" Ararat!; a a l 0m,ati ° n , b t Ut 9 ° VemS ^'^'"V °< *• -Position, * is chosen aSord^o 
of 1 Lt aqueous solut.on or an organic solvent is used as a plate developer For examole use 

rnn«r uf 6 ° rganiC P °' ymer aS * bi " der P rovides a film developable with water P ' 

J«m5L Wa ! er - S0 ' i Uble linear or 3 anic P°'y mers delude addition polymers with a carboxyl group in the side chain such 
aci^in 7 C a ° ld C r lymerS ' 3CryliC W* 1 ™. itac °™ acid copolymers, crotonic ^^5^2 

iT^Sy ZT Partia " y 6Sterified ma ' eiC add which are described in JP-A 59 4^6 5 7p B 

54-34327, JP-B-58-1 2577, JP-B-54-25957, JP-A-54-92723 JP-A 5Q <^B-5« anH id a ' 
nvatives having a carboxy, group in the side cha" ^ y Z^^^^^ 
anhydride added thereto. Preferred of them are copolymers comprising benzyl (meth)ac^t^ TmethClnr 2? ? 
•f desired, other addition po.ymehzab.e viny, monomers and copSyJ. coni LJi^ 
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acid, and, if desired, other addition polymerizable vinyl monomers. Additionally polyvinylpyrrolidone, polyethylene ox- 
ide, etc. are useful as a water-soluble organic linear polymer. Alcohol-soluble polyamide, polyether of 2.2-bis(4-hy- 
droxyphenyl)propane and epichlorohydrin. etc. are also useful to enhance the. cured film thickness. 
[0065] The amount of the linear organic polymer in the photopolymerizable composition is arbitrary but is preferably 
30 to 85% by weight. Amounts exceeding 90% result in unfavorable results for image strength. A weight ratio of a 
polymerizable compourd having an unsaturated double bond hereinafter described to the linear organic polymer pref- 
erably ranges 1/9 to 9/1 . particularly 3*7 to 7/3. 

[0066] The total amount of polymers in he photopolymerizable composition, inclusive of the polymer having the unit 
(I), is usually 1 to 99. 9S%. preferably 5 to 90.0%, still preferably 1 0 to 70%, by weight based on the total composition. 
The proportion of the polymer having tie unit (I) in all the polymer components is 5 to 100%, preferably 10 to 100%, 
still preferably 30 to 100% : by weight. Prooortions less than 5% can result in a failure to produce the intended effects 
of the present invention. 

[0067] The photopolymerizable compos tion of the invention further contains a polymerizable compound (monomer) 
having an unsaturated douole bond. The polymerizable compound having an unsaturated double bond includes known 
ones, such as esters of unsaturated carboxylic acids (e.g., acrylicacid, methacrylic acid, itaconicacid, crotonic acid, 
isocrotonic acid, anc male c acid) with aliphatic polyhydric alcohols and amides of such unsaturated carboxylic acids 
with aliphatic polyamines. 

[0068] The unsaturated carboxylic aci ^aliphatic polyhydric alcohol ester monomers include acrylic esters, meth- 
acrylic esters, itaconic esters, crotonic esters, isocrotonic esters, maleic esters., and mixtures thereof. 
[0069] Examples of the acrylic esters are ethylene glycol diacrylate, triethylene glycol diacrylate, 1 ,3-butanediol di- 
acrylate. te:ramethylene glycol diacrylate. propylene glycol diacrylate. neopentyl glycol diacrylate, trimethylolpropane 
triacrylate, trimethylolpropane tri(acryloy!cxypropyl) ether, trimethylolethane triacrylate, hexanediol diacrylate, 1,4-cy- 
clohexaneciol diacrylate. tetraethylene glycol diacrylate, pentaerythritol diacrylate, pentaerythritol triacrylate, pentaer- 
ythritol tetraacrylate. dipertaerythritol diacryiato, dipentaerythritol hexaacrylate, sorbitol triacrylate, sorbitol tetraacr- 
ylate : sorbitol pentaacrylate, sorbitol hexaacrylate, tri(acryloyloxyethyl) isocyanurate, and polyester acrylate oligomers. 
[0070] Examples of the methacrylic estsrs are tetramethylene glycol dimeth acrylate, triethylene glycol dimethacr- 
ylate : neopentyl glycol dimethacrylate. trimethylolpropane trim eth acrylate, trimethylolethane trimethacrylate, ethylene 
glycol dimethacrylate, 1 : 3-outanediol dimethacrylate, hexanediol dimethacrylate, pentaerythritol dimethacrylate, pen- 
taerythritol trimethacrylate, pentaerytrritol tetramethacrylate, dipentaerythritol dimethacrylate, dipentaerythritol hex- 
amethacrylate, sorbitol trimethacrylate sorbitol tetramethacrylate, 

bis [p-(3-methacryloxy-2-hydroxypropoxy:phenyl]dimethylmethane ; and bis[p-(acryloxyethoxy)phenyl]dimethylmeth- 
ane. Examples of itaconic esters are ethylene glycol diitaconate, propylene glycol diitaconate, 1 ,3-butanediol diitaco- 
nate, 1 : 4-butanediol diitaconate, tetramethylene glycol diitaconate, pentaerythritol diitaconate, and sorbitol tetraitaco- 
nate. 

[0071] Examples of the crotonic esters are ethylene glycol dicrotonate, tetramethylene glycol dicrotonate, pentaer- 
ythritol dicrotonate, and sorbitol tetradicrotDnate. Examples of the isocrotonic esters are ethylene glycol diisocrotonate, 
pentaerythritol diisocrotonate, and sorbitol tetraisocrotonate. Examples of the maleic esters are ethylene glycol di- 
maleate.. triethylene glycol dimaleate : pentaerythritol dimaleate, and sorbitol tetramaleate. 

[0072] Examples of the aliphatic polyamine/unsaturated carboxylic acid amide monomers are methylenebisacryla- 
mide. methylenebisnethacrylamide.. 1 ,6-hexamethylenebisacrylamide, 1 ,6-hexamethylenebismethacrylamide : dieth- 
ylenetriaminetrisacryiamide, xylylenebisacrylamide, and xylylenebismethacrylamide. 

[0073] The polymerizable compound having an unsaturated double bond also include vinylurethane compounds 
having two or more polymerizable vinyl groups per molecule which are obtained by adding a hydroxyl-containing vinyl 
compound represented by formula (A) shown below to a poiyisocyanate compound having two or more isocyanate 
groups per molecule, as disclosed in J=>-B-48-41 708. 

CH 2 =C(R)COOCH 2 CH(R')OH (A) 
wherein R and R' each represent a hydrogen atom or a methyl group. 

[0074] Also included are urethane acrylates described in JP-A-51-371 93, polyester acrylates described in JP-A- 
48-641 83, JP-B-49-43191 , and JP-B-52-30490, and polyfunctional (meth) acrylates obtained by the reaction between 
an epoxy resin and (meth)acrylic acid. Compounds presented as photo-curable monomers or oligomers in Journal of 
the Adhesion Society of Japan, 20(7), 1984, 300-308 are also useful. These polymerizable compounds can be used 
in the invention in the form of a prepolymer, i.e., a dimer, a trimer, an oligomer or a mixed form thereof. 
[0075] The polymerizable compound having an unsaturated double bond is usually used in an amount of 1 to 99.99%, 
preferably 5 to 90.0%, still preferably 10 to 90%, by weight based on the total composition. 
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[0076] The photopolymerizable composition of the invention preferably contains a photopolymerization initiator .„ 
increase the sensitivity. Suitable photopolymerization initiators include (a) aromatic keL^ WaZ^onZ^ZL 
poun ds (c) organic peroxjdes (d) (hj0 compounds (e) hexaafyIbiimidazoi ; compoun k ^ me^ee^coZouZ' 

^^^o!!^^^ m — ~ ■ <■> **» -er compoJr S£ Zt 
[0077] Preferred aromatic ketones (a) include those having a benzophenone or thioxanthone skeleton described in 
J.P. Fouasster and J.F. Rabek, Radiation Curing in Polymer Science and Technology, 1933 77-117 Stffl orete,^ 
ZlwT2V?\7 - thi ° ben2 °P henone c -P-nds of JP-B-47-6416, benz^n ether compound of JP B 
47-3981 , a-substituted benzoin compounds of JP-B-47-22326. benzoin derivatives of JP-B-47 ^fifi4 ar JtoL~ u 

^^-57-30704, dia.koxybenzophenones of uP-B-60-26483. benzols I Jp So^TpT 
62-81345, a-aminobenzophenones of JP-B-1 -34242, U.S. Patent 4,318 791 and EP 02845S1A1 n hVhIJ! 1 , 
nobenzoy,) b enzene of JP-A-2-211452. thio-substituted aromatic ketones £+ S ^^^^^^ 
TO078? ThI' aCylph f ° SphineS ° f ^-B-2-9596, thioxanthones of JP-B-63-61 950, and co.marins of jTb-59 ^42864 
[0078] The aromat.c on.um compounds (b) include aromatic onium salts of the groups V VI and VII elements of the 

ox,de methylcyciohexanone peroxide, acetyiacetone peroxide, 1.1-bis(,-buty. P eroxy)-3.3 T^y^elZ 
omovfbi r ' H°H Xy)CyCl0h r ane ' -b«ty*Hiroxy)but.ne. t-butyl hydroperoxide , cumene hydroperoxide aNso 

th?ih n?h h hydr0peroxlde ' P-methane hydroperoxide, 2.5-dimethylhexane-2,5-dihydrooeroxide 11 3 3-te rame- 
thylbutyl hydroperoxrde, di-t-butyl peroxide, t-butylcumyl peroxide, dicumyl peroxide. bis(t-butylperoxyi S opropvl21- 
zene. 2.S-d,methy,-2,5.di(,-buty,peroxy)hexane, 2,5-xanoy. peroxide, succinperoxide. benzoyl peZde T 
robcnzoyl perox.de^ m-toluoyl peroxide, diisopropyl pcroxydicarbonate, di-2-ethylhexyl peroxydicarbonate', di-2-ethox- 
yethvl peroxyd,carbonate, dimethoxyisopropyl peroxycarbonate, di(3-methyl-3-methoxybutyl) peroxydicarbonate t- 
3 5 y 5 tTr, h ? Uty ! ! perOX yP ivalate ' Peroxyneodecanoate, t-buty, peJxyoctanoate^t-bu^ percxy- 

none 3 mT a,S ' !" bUtyl P erox V' a ^ ate ' tertiaf y carbonates, 3,3',4,4--tetra-(t-butyl P eroxycarbonyl)benzophe- 
none, 3.3 ,4,4 - etra(t-amy!peroxycarbonyl)benzophenone, 3,3'4,4'.tetra(t-hexylperoxycarbonyl)benzo P henone 3 3' 
4,4-tetra t-octylperoxycarbonyl)benzo P henone, 3 ! 3^4.4^tetra(cumy.peroxycarbo^y.)benzoohenone 3 3" 4 ^raft 
isopropylcumylperoxycarbonyDbenzophenone. carbonyldi(t-butylperoxy dihydrogen diphthalate), and carbonyldi (t- 
hexylperoxy d.hydrogen diphthalate). Preferred of these peroxide initiators are ester peroxides carDon y ,c " « 

(U) or (ll') The th '° COmP ° UndS (d) USed in the invention as a Photopolymerization initiator are represented by formula 



R 20 -NH (ii) R 20^ N (1jt) 

* 21 -C = S K 2l -C-SH 
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S represents an alkyl group, an aryl group or a substituted aryl group; R21 represents a hydrogen atom or 
an alkyl group; or R^o and r2i eacn represent a non-metal atomic group and are connected to each other to form a 5- 
nitrog^n nitr0gen " COntainin 9 rin 9 whlch ma V further contain * hetero atom selected from oxygen, sulfur, and 

[0081] In formulae (II) and (II"), the alkyl group is preferably one containing 1 to 4 carbon atoms, and the aryl group 
P refer£ fy one containing 6 to 1 0 carbon atoms, such as phenyl or naphthyl. The substituent of the substituted aryl 
group includes a halogen atom (e.g., chlorine), an alkyl group (e.g., methyl), and an alkoxy group (e.g., methoxy or 
ethoxy). R21 is preferably an alkyl group having 1 to 4 carbon atoms. g , meinoxy or 

EfS hexaar y |Diimida20le compounds (e) include lophine dimers described in JP-B-45-37377 and JP-B- 

4-4-8651 6. 

[0083] The ketoxime esters (f) include 3-benzoyloxyiminobutan-2-one, 3-acetoxyiminobutan-2-one 3-propionyloxv- 
.mmobutan-2-one, 2-acetoxyiminopentan-3-one, 2-acetoxyimino-l-phenylpropan-l-one, 2-benzoyloxyimino-1-phe- 
rnnoTf 3 ^ 3 -P- toluenesulfon y |ox y imi nobutan-2-one, and 2-ethoxycarbonyloxyimino-1 -phenylpropan-1 -one 
IU084] The borate compounds (g) include compounds represented by formula (III): 
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23 

z (III) 



R 2 « 

wherein R 22 , I** R 2^ and R 25 > wnicn may be the same or differentt each represent a substituted or unsubstituted 
10 alkyl group, a substituted or unsubstituted aryl group, a substituted or unsubstituted alkenyl group, a substituted or 
unsubstituted alkyny! group or a substituted or unsubstituted heterocyclic group, or two or more of R 22 R 23 , R 24 and 
R 25 nay be connected together to form a cyclic structure, provided that at least one of R22 t r23 j R 24 and R 25 \ s a 
substituted or unsubstituted alkyl group; and Z + represents an alkali metal cation or a quaternary ammonium cation. 
[0085] The alkyl group in formula (III) may be straight, branched or cyclic and preferably contains 1 to 18 carbon 
« atoms. Examples of the alkyl group are methyl, ethyl , propyl, isopropyl, butyl, pentyl, hexyl, octyl, stearyl, cyclobutyl, 
cyclopentyl, and cycl-ohexyl. The substituent of the substituted alkyl group includes a halogen atom (e.g.," chlorine or 
bromine), acyano group, a nitro group, an aryl group (preferably phenyl), a hydroxyl group, an amino group of formula: 
-N(R2S) (R27) wher2 n R2 6 and R 27 eacn represent a hydrogen atom, an alkyl group having 1 to 14 carbon atoms or 
an aryl group, a grcjp of formula: -COOR 28 wherein R 28 represents a hydrogen atom, an alkyl group having 1 to 14 
20 carbon atoms or an aryl group, a group of formula: -OCOR 29 wherein R 29 represents an alkyl group having 1 to 14 
carbon atoms or ar. aryl group., and a group of formula: -OR 30 wherein R 30 represents an alkyl group having 1 to 14 
carbon atoms or ar; aryi group. 

[0086] The aryl group in formula (III) includes mono-, di - or tricyclic aryl groups, such as phenyl and naphthyl. The 
substituent of the substituted aryl group include those of the above-described substituted alkyl group and an alkyl group 
25 havirg 1 to 14 carbon atoms. 

[0087] The alkeny: group in formula (III) includes straight-chain, branched orcyclic ones having 2 to 1 8 carbon atoms. 
The substituents of ire substituted alkenyl group include those enumerated for the substituted alkyl group. The alkynyl 
group includes straight-chain or branched ones having 2 to 28 carbon atoms. The substituent of the substituted alkynyl 
group includes those enumerated for the substituted alkyl group. The heterocyclic group in formula (III) includes 5 or 
more-membered, preferably 5- to 7-membered heterocyclic groups containing at least one of N, S, and O. The hete- 
rocyclic group may contain a condensed ring. The substituent of the substituted heterocyclic group includes those of 
the above-described substituted aryl group. 

[0088] Examples of the compounds represented by formula (III) are provided in U.S. Patents 3,567,453 and 
4,343 : 891 and European Patents 109,772 and 109,773. 

[0089] The azirium compounds (h) include the compounds having an N-O bond described in JP-A-63-1 36345, JP-A- 
63-142345, JP-A-63-1 42346, JP-A-63-1 43537, and JP-B-46-42363. 
[0090] The metal;ccene compounds (i) include titanocene compounds described in JP-A-59-1 52396, JP-A- 
61-151197, JP-A-63-41484, JP-A-2-249, and JP-A-2-4705 and iron-arene complexes described in JP-A-1 -304453 and 
JF-A-1-152109. 
4 o [0091] Examples of the titanocene compounds are 
bis(cyclopentadienyi)titanium dichloride, 
bis(cyclopentadienyi)diphenyftitanium, 

bis(cyclopentadieny!)bis(2,3,4 I 5,6-pentafluorophen-1-yl)titanium, 
bis(cyclopentadienyl)bis(2,3,5,6-tetrafluorophen-1-yl)titanium, bis(cyclopentadienyl) 
45 bis(2,4,6-trifluoropheny-1 -yl)titanium, 

bis(cyclopentadieny0bis(2,6-difluorophen-1-yl)titanium, 
bis(cyclopentadienyl)bis(2,4-difluorophen-1-yl)titanium, 

bis(methylcyclopentadienyl)bis(2,3,4 } 5,6-pentafluorophen-1-yl) titanium, bis(methylcycxlopentadienyl)bis(2,3 f 5 ; 6- 
tetrafluorophen-1 -yl)titanium, bis(methy!cyclopentadienyl)bis(2,4-dif luoropheny-1 -yl)titanium, bis(cyclopentadienyl) 

50 bist2 : 6-difluoro-3-(pyr-1-yl)phenyl]titanium, bis(cyclopentadienyl)bis[2,6-difluoro-3-(methylsulfonamido)phenyl]titani- 
um, bisfcyclopentadienylJbis^.e-difluoro-S-JN-butyibiaroylaminoJphenylJtitanium, bis(cyclopentadienyl)bis[2,6-dif- 
luoro-3-(N-ethylace^lamino)phenyl]titanium, bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-methylacetylamino)phenyl]ti- 
tanium, bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-ethylpropionylamino)phenyl]titanium, bis(cyclopentadienyl)bis 
[2,6-difluoro-3-(N-ethyl-(2,2-dimethyIbutanoyl)amino)phenyl]titanium, bis (cyclopentadienyl)bis[2,6-difluoro-3-(N- 

55 butyl-(2,2-dimethylbutanoyl)amino)phenyl]titanium, bis(cyclopentadienyl)bis[2, 6-difluoro«3- (N-pentyl- (2,2-dimethyl- 
butanoyl) amino)phenyl]titanium, bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-hexyl)-(2,2-dimethylbutanoyl)phenyl]t^ 
nium. bis(cyclopentadienyl)bis[2 p 6-difluoro-3-(N-methylbutyrylamino)phenyI]titanium, 
bis (cyclopentadienyl)bis[2,6-difluoro-3-(N-methylpentanoylamino)phenyl]titanium, 
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bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-ethyIcyclohexylcarbonylamino) phenyljtitaniurn. 

bis(cyclopentadienyl)bis[2 f 6-difluoro-3-(N-ethylisobutyrylamino)phenyl]titanium 

bis(cyclopentadienyl)bis[2 t 6-difluoro-3-(2 ! 2,5,5-tetramethy 1-1 ^^-azadisilolidin-l-yOphenylJtitanium 

bis(cyclopentadienyl)bis[2.6-difluoro-3-(octylsulfonamido)phenyl]titanium 

bis(cyclopentadienyl)bis[2 ; 6-dif!uoro-3-(4-tolylsulfonamido)phenylltitanium ; 

bis(cyclopentadienyObis[2 ? 6-difluoro-3-(4-dodecylphenylsulfonylamido)pheny^ 

bis(cyclopentadienyl)bis[2 ; 6-diNuoro-3-(4-(1-penty!heptyl) phenylsuifonylamido)phenyl]titanium, 

bis(cycfopentadienyl)bis[2 ; 6-difluoro-3-(ethylsulfonylamido)phenyl]titanium 

bis(cyclopentadienyl)bis[2 r 6-difluo^^ 

bis (cyclopentadienyl)bis [2 ! 6^difluoro-3-(2-naphthyisulfonylamido)phenyl]titanium > 

bis(cyclopentadienyl)bis[2 ; 6-difluoro-3-(hexadecylsulfonylamido)phenyl]titan 

bis(cyclopentadienyl)bis[2 ; 6-difluoro-3-(N-methyl-(4-dodecylphenyl)sulfonylamido)p 

bis(cyclopentadienyl)bist2 ! 6-difluoro-3-(N-methy!-4-(1-pentylheptyl)phenyl)sul^^ 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-hexyl-(4-totyl)sulfonylamjdo) phenyl Jtitanium. 

bistcyclopentadienyObis^S^lifluo^^ 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(3,4-dimethyl-3-pyrrolidine-2,5-dion 

bis(cyclopentadienyi)bisf2,6-difluoro-3-(phthalimido)phenyl]titanium 1 

bis(cyclopentadienyl)bis[2 ; 6-djfluoro-3HSObutoxycartoonylamino)phenyl]tftanium 

bis(cyclopentadienyl)bis(2 : 6-difluoro-3-(ethoxycarbonylamino)phenyl]titanium J 

bis((^clopentadienyl)bis[2 ; 6-difiuoro-3-((2-Chloroethoxy)carbonylamino)ph 

bisJcyclopentadienylJbis^^-difluoro-S-CphenoxycarbonylaminoJphenylJtitanium, 

bis(cyclopentadienyl)bis[2.6-difiuoro-3-(3-pheny!thioureido)phenyl]titanium, 

bis(cyclopentadienyl)bis[2 ; 6-difluoro-3-(3-butylthioureido) phenyljtitanium, 

bisfcyclopentadicnyObis^.B-difluoro-S^S-phcnylureidoJphe ny!]titanium, 

bisCcyclopentadieny^bis^^-difluoro-S^S-butylureidoJphenyntitanium, 

bis(cyclopentadienyl)bis[2 ; 6-difluoro-3-(N ! N-diacetylamino)phenyl]titanium, 

bis^yclopentadienylJbis^^-dmuoro-S^S^-dimethyiureidoJphenylJtitanium, 

bis(cyclopentadienyl)bist2 ; 6-difluoro-3-(acetylamino)phenyl]titanium, 

bis(cyclopentadienyl)bis[2,6-difluoro-3- (butyrylamino)phenyl]titanium, 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(decanoylamino)phenyl]titanium, 

bisfcyclopentadienylJbis^^-difluoro-S^octadecanoylaminoJphenylJtitanium, 

bis(cyclopentadienyl)bis[2 : 6-dif!uoro-3-{isobutyi7lamino)phenyl]titanium 

bis(cyclopentadienyl)bis[2 f 6-difluoro-3-(2-ethylhexanoylamino)phenyl]titanium ! 

bis(cyclopentadienyl)bis[2 ! 6-difluoro-3-(2-methylbutanoyiamino)phenyl]titanium l 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(pivaloylamino)phenyl]titanium, 

bis(cyclopentadienyl)bis[2 ; 6-difluoro-3-(2,2-dimethylbutanoylamino)phenyl]titanium bis(cyclopentadienyl)bis[2.6 

luoro-3-(2-ethyl-2-methylheptanoylamino)phenyl]titanium 1 

bis(c^clopentadienyl)bis[2,6-difluo^^ 

bis(cycIopentadienyl)bis[2 ! 6-difluoro-3-(2 1 2-dimethyl-3-chloropropanoylamino)ph 
bis(cyclopentadienyl)bisf2 t 6-difluoro-3-(3-phenylpropanoylamino)phenyl]titanium, 
bis (cyclopentadienyj)bis[2 5 6-difluoro-3-(2^ 

bis(cyclopentadienyl)bis[2,6-difluoro-3- (3,4-xy!oylamino)phenyl]titanium, 
bis(cyclopentadienyl)bis[2,6-difluoro-3-(4-ethylbenzoylamino)phenyl]titanium t 
bis(cyclopentadienyl)bis[2,6-difIuoro-3- (2,4 } 6-mesityIcarbonylamino)pheny!]titanium, 
bis (cyclopentadienyl)bis[2 f 6-difiuoro-3-(ben2oylamino)phenyl]titanlum, 
bis(cyclopentadienyl)bis[2,6-difl^ 

bis (cyclopenladienyl)bis[2 f 6-difluoro-3-(N-(3-ethylheptyl)-2,2-dimethylpentan 

bis((^clopentadienyl)bis[2,6-difIuoro-3-(NHSobutyl-(4-toluyl)amino)phenyl]titanium, 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-isobutylbenzoylamino)phenyl]titanium, 

bisCcyciopentadienyObisp.e-difluoro-S-CN'CyclohexylmethylpivaloylaminoJphenylJtitanium, 

bis(c^clopentadienyl)bis[2 l 6-difluoro-3-(N-(oxolan-2-ylmethyl)benzoylamino)phenyl]titanium, 

bis (cyclopentadienyl)bis[2,6-difluoro-3-(N- (3-ethylheptyl)-2 : 2-dimethyibutanoylamino)phenyl]titanium, 

bis(<^clopentadienyl)bis[2,6-difluoro-3-(N-(3-phenylpropyl-(4-toluyl)amino)phenyl]titanium, 

bis(cyclopentadienyl)bist2 f 6-difluoro-3-(N-(oxolan-2-ylmethyi)- (4-toluyl)amino)phenyl]titanium l 

bis^clopentadienyObisp.e-difluoro-S-CN^-toluylmethyObenzoylaminoJphenylltitanium, 

bis(cyclopentadienyl)bis[2 } 6-difluoro-3-(N-(4-toluy!methyl) -(4-toluyl)amino)phenyl]titanium, 

bisCcyclopentadienyObisp.e-difluoro-S^N-butylbenzoylaminoJphenylJtitanium, 

bis (cyc!opentadienyI)bis[2,6-difluoro-3-(N-butyl-(4-toluyI)amino)phenyl]titanium, 
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bis(cyclopentadienyl)bis[2 : 6^ 
bis (cyclopentadienyl)bis[2.6^ 

bis(cyclopentadienyl)bis[2.6-difluoro-3-(2.4-dimethylpentyl)-2.2-dimethylpentan 

bis(cyclopentadienyl)bis[2,6-difluoro-3-((4"toluyi)amino)phenyl]titanium, 

bis (cyclopentadienyl)bis[2.6-difluoro-3-(2.2-dimethylpentanoytamino)phenyl)titanium l 

bis(cyclopentadienyl)bis[2 s 6<lifluo^ 

bis (cyclopentadienyl)bis[2,6-difluoro-3-(2.2-dimethyl-3-allyloxypropanoylamino) phenyljtitanium, 
bis(cyclopentadienyl)bis[2 ; 6-difluoro-3^ 

bis(cyclopentadienyl)bis[2 t 6-difluoro-3-(2-ethylbutanoylamino)phenyl]titani^ 

bis(cyclopentadienyl)bis[2,6-dif^ 

bis[cyclopentadienyl)bis[2 : 6-difluo^^ 

bis(cyclopentadienyl)bis[2 1 6-difluoro-3-(N'(2-ethyIhexyl)benzoylamino)phenyl]titanium ( 
bis(cyclopentadienyl)bis[2 ? 6-difluoro-3-(N-isoprcpylbenzoylamino)phenyl]titani^ 

bis(cyclopentadienyl)bis[2.6-difluoro-3'(N-phenylpropy!)-2, 2-dimethylpentanoyl)amino)lhenyl]titanium, 
bis(cyclopentadienyi)bis[2,6-difluoro>3-(N-hexylbenzoylamino)phenyipanium t 

bis(cyclopentadienyl)bis[2.6-difluoro-3-(N-cyclohexylmethyl -2 : 2-dimethy!pentanoyl)amino)phenyl]titanium, 
bis(cyclopentadienyl)bis[2.6-cifluoro-3-(N-butylbenzoyiamino)phenyl]titanium, 

bis(cyclopentadienyl)bis[2.6-diftuoro-3-(N- (2-ethylhexyl)-2 } 2-dimethylpentanoyl)amino)phenyl]titanium, 
bis (cyclopentadienyl)bis[2.6-difluoro-3-(N-hexyl-22-dimethylpentanoylamino)phenyl]titan 
bis(cyclopentadienyl)bis[2 ? 6<iifluoro-3-(N-^^^ 

bis(cyc!opentadienyl)bis[2.6-difluoro-3-(N-3-phenylpropyl)pivaIoylamino)phenyl]titan 
bis(cyclopentadienyl)bis[2 t 6-cifl^ 

bis(cyclopentadienyl)bis[2 ! 6-cifluoro-3-(N-(2-methoxyethyl)benzoylamino)phenyl]titani^ 
bis(cyclopentadienyl)bis[2.6-difluoro-3-(N-benzy!benzoylamino)phenyl]titantum, 
bis(cyclopentadienyl)bis[26-difluoro-3-(N-benzyl-(44oluyl)amino)phenyl]titanium 
bis(cyclopentadienyl)bis[2 ! 6-difluoro-3-(N-(2-methoxyethyl)-(4-toluyl)amino^^ 

bis(cyclopentadienyl)bis[2 : 6-difluoro-3-(4-methylphenylmeth ylj^^-dimethylpentanoylaminojphenyljtitanium, 

bis(cyclopentadienyl)bis[2,6-difluo^ 

bis(cyc!opentadienyl)bis[2.6-difluo^ 

bis(cyciopentadienyl)bis[2.6-difluoro-3-(N-butyl-(4<hlorobenzoyi)amino)phenyl]titani 
bis(cyclopentadienyl)bis[2,6-dif^ 

bis(c^clopentadienyl)bis[2.6-difluoro^ phenyl] titanium, 

bis(cyclopentadienyl)bisf2 : 6-difluoro-3-(N-(oxolan-2-ylmethyl)-2.2-dimeth 

bis(cyclopentadienyl)bis[2 r 6^ 

bis(cyctopentadienyl)bis[2,6-difluo^ 

bisfcyclopentadienyObis^e-difluoro^ 

bis(cyclopentadienyl)bis(2 : 6-difluoro-3'isocyanatophenyl) titanium, 

bis (cyclopentadienyl)bis[2 : 6-difluoro-3-(N-ethyl-(4-tolylsulfonyl) amino)phenyl]titanium, 

bis(cyclopentadienyl)bis[2 ! 6-difluoro-3-(N-hexyl-(4-tolylsulfonyl)amino) phenyl]titanium, 

bis(cyclopentadienyl)bis(2,6-dif^^ bis(cyclopentadienyl)bu 

[2,6-difluoro-3-(N-isobutyl-(4-tolylsulfonyl)amino)phenyl]titanium, 

bis(cyclopentadienyl)bis[2,6-difiuo^ 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-(3-phenylpropanoyl) -2,2-dimethyl-3-chloropropanoyl) amino)phenyl]titani 
um, 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(N<cyclohexylmethyl--(2 } 2-dimethyl-3-ch 
bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-isobutyl-(2,2-dimethyi-3^hloropropanol)phe 

bis(cyclopentadienyl) bis [2, 6-difluoro-3-(N-butyl- (2-chloromethyl-2-methyl-3-chIoropropanoyl)amino)phenyl]titani 
um, 

bis (cyclopentadienyl)bis[2,6-difluoro-3«(butylthiocaroonylamino)phenyl]titanium, 
bis(cyclopentadienyl)bis[2,6-difluoro-3-(phenylthiocarbonylamino)phenyl]titanium, 

bis(methylcyclopentadienyl)bis[2,6-difluoro-3-(N-hexyl-2,2-dimethyibutanoyl)amino)phen bis(methylay 
clopentadienyl)bis[2 : 6-difluoro-3-(N-hexyl-2,2-dimethylpentanoylamino)phenyl]titanium, 
bis(methy!cyclopentadienyl)bis[2,6-difluoro-3- (N-ethyiacetylamino)phenyl]titanium, 
bisCmethylcyclopentadienyObis^.S-difluoro-S^N-ethylpropionylaminoJphenylltitanium, 
bis(tnmethylsilylpentadi^ 

bis(cyclopentadienyl)bis[2,6-difluoro-3- (N-(2-methoxyethyl)-trimethylsilylamino)phenyl]titanium t 

bis(cyclopentadienyl)bis[2,6-difluoro-3^ 

bis(cyclopentadienyl)bis[2,6-difluo^ 
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bis(cyclopentadienyl)bis[2,6-difluoro-3-(^ 
JscycopentadienyObisIZ* 

bis eye opentadienyl)bis[2,6-difluoro-3-(3-chloromethyl-3-m ethyl-2-azetidinon-1 -yOphenylliitanium 

b l scycopentadienyl)bis[2,6-difluoro-3-(N-benzyl-2.2-dimethylpropanoylamino)phenyl]titaniurr, 

b,s(cyclopentadienyl)bisf2,6-dif| UO ro-3-(5,5-dimethyl-2-pyrrodininon-1-yl)phenyl]titanium 

b l s(cyclopentadienyl)bis[2 l 6-difluoro-3-(6,6-diphenyl-2-piperidinon-1-yl)phenyl]titanium ' 

b l s(cyclopentadienyl)bis[2,6-difluoro-3-(N-(2,3-dihydro-1,2-ben2oisothiazol-3-one(1,1-dioxid9)-2 

b!s(cyclopentad.en y l)bis[2,6-difluoro-3-(N-hexyl-(4-chloroben2oyl)amino)phen y lJtita;iurr, VWWfitonnm, 

b.s(cyclopentadienyl)bis[2,6-difluoro-3-(N-hexyl-(2-chlorobenzoyl)amino)phenyl]titaniuni^ 

bis cyclopentadienyl)bis[2,6-difluoro-3-(N-isopropyl-(4.chlorobenzoyl) amino)phenylltitanium 

b,sc y copentadien y i)bis[2,6-difluoro-3-(N.(4-methylphenylmethyl)-(4-chlorobenzoyl)am 

b-s eye open ad,en y 0b,s[2.6-difluoro-3-(N.(4.meth y l P heny.methyl)-(2-chlorobenz 

b. S cycopentad,enyl)bis[2,6-difluoro-3-(N-benzyl-2 ; 2-dimethylpentanoylamino) P henyl]titani U m 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-(2-ethylhexyl)-4-tolyl-sulfonyl)amino)phenyl]titaniurr' 

bis(cyclopentadienyl)bisl2,6-difluoro-3-(N-(3-oxaheptyl)benzoylamino)phenyl]titanium 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(N-(3,6-dioxadecyl)benzoylamino)phenyl]titanium 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(trifluoromelhylsulfonyl)amino)phenylJtitanium 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(trifluoroacetylamino)phenyl]titanium, 

bis(cyclopentadienyl)bis[2,6-difluoro-3-(2-chlorobenzoyl)amino)phenyl]tilanium 

b.s(cyclopentadienyl)bis[2,6-difluoro-3-(4-chlorobenzoyl)amino)phenyl]titanium 

b,s(cyclopentadienyl)bis[2,6-difluoro-3-(N-(3,6-dioxadec y l)-2.2-dimeth y ipenianoylamino) P henvl]titanium 
b.s cycopentadienyl)bis[2,6-dif| U oro-3-(N-(3y-dimethyl-7-methox y octyl)benzoylamino)phenyl'titanium and 
bis(cyclopentadienyl)bis[2,6<!ifluoro-3-(N-cyclohexylbenzoy lamino)phenyl]tita.nium 

[0092] The active ester compounds 0) include imidcsulfonate compounds described in JP-B-62-6223 and active 
sulfonates described in JP-B-63-14340 and JP-A-59-1 74831 

^Zc^^^!^ ' Carb ° n - hal09en b ° nd Prefe '' ab, y M «""P~"* -presented by formu.ae 
[0094] Trihalomethyl-s-triazine compounds represented by formula (IV): 



30 



35 



V 



(rv) 



40 



wherein X2 represents a halogen atom: Y2 represents -C(X% -NH 2 , -NHR32, -NR32 or . 0 R32- R 32 represents an alkvl 
group a substituted alkyl group, an aryl group or a substituted aryl group: and R3i represents -C (X2) 3 , an alkyl group 
a substituted alkyl group, an aryl group, a substituted arvl group or a substituted alken y i group 
[0095] Compounds represented b y formula (V): 



45 



so 




(V) 



CH (3-n)X 3 n 



55 



wherein R33 represents an alkyl group, a substituted alkyl group, an atkenyl group, a substituted alkenyi group an aryl 
group, a substituted aryl group, a halogen atom, an alkoxy group, a substituted alkoxy group, a nitro group or a cyano 
group; X 3 represents a halogen atom; and n represents an integer of 1 to 3. 
[0096] Compounds represented by formula (VI): 



BNSOOC1D: <F» ixnrw^ai i ^ 
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R^-2 2 -CH (2 . m) X^R 35 (vl) 
wherein R 34 represents an aryl group or a substituted aryl group; R 3 ^ represents -C(=0)-NR 3 6R37 ) -C(=S)-NR36r37 



10 ~ Jx 



x 



or halogen; Z* represents -C(=0)-, -C(=S)- or -SO r : R 3 * and R 3 ? each represent an alkyl group, a substituted alky! 
group, an alkenyl group, a substituted alkenyl group, an aryl group or a substituted aryl group; R 36 has the same 
meaning as R 3 2 0 f formula (IV); X 3 represents a halogen atom; and m represents 1 or 2. 
15 [0097] Compounds represented by formula (VII): 




30 



wherein R 39 represents a substituted or unsubstituted aryl group or a substituted or unsubstituted heterocyclic group; 
R 40 represents a trihalcalkyl group having 1 to 3 carbon atoms or a trihaloalkenyl group having 1 to 3 carbon atoms' 
and p represents 1 , 2 or 3 

(VmT) S1 Carb0nylmethylene neteroc y di c compounds having a trihalogenomethyl group, being represented by formula 



35 



40 



45 



wherein L represents a hydrogen atom or -C(=0)-(R 41 ) q C(X 4 ) 3 ) r ; Q represents a sulfur atom, a selenium atom, an 
oxygen atom, a dialkylmethylene group, an alken-1 ,2-ylene group, a 1 ,2-phenylene group or =N-R; M represents a 
substituted or unsubstituted alkylene group, a substituted or unsubstituted alkenylene group or a 1,2-arylene group; 
R 42 represents an alkyl gro jp, an aralkyl group or an alkoxyalky! group; R 4 * represents a divalent aromatic hydrocarbon 
or heterocyclic group; X 4 represents a chlorine atom, a bromine atom or an iodine atom; q represents 0 or 1; and r 
represents 1 when q=0 or r represents 1 or 2 when q=1 . 

[0099] 4-Halogeno-5-(halogenomethylphenyl)oxazole derivatives represented by formula (IX): 



so 



55 
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*~ CH 3 _ t X 5 t 



75 



(IX) 



wherein X* represents a halogen atom; t represents an integer of 1 to 3- s represents an \ntmr «f 1 •« „ 043 



20 



25 



>45 



CH3 — V 



>46 



<x) 
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45 



50 



55 



where.n X* represents a halogen atom; v represents an integer of 1 to 3; u represents an integer of 1 to 4- R« represent 

m 0 'The cTmo ^ " ^TT & ^"'^ " Unsubstit ^ d —lent unsaturated organic ^ J 
clTJ J f 0 ^ 0 ""* represented by formulae (IV) to (X) include those described in Wakabayashi J al Bui, 
Chem Soc. Japan. 42. 1969. 2924. British Patent 1388492, JP-A-53-1 33428. and German Paten? 3337024 PC 
Schaefer et al.. J. Org. Chem.. 29, 1964, 1527. JP-A-62-58241 and JP-A-5 281728 JZh.7 3337024 . F.C. 
thesized by one skilled in the art in accordance with the process taughttn M P Hutt Elslaaer and? Ti 

Seton^ Iftf P °' yme t ri Zati ° n initiat ° rS (3) t0 (k) ' P articu,ar| y P refe ^d for use in the invention include the aro- 
TbT he Z lu S ar ° mat,C L° mUm Com P° unds < b >> the ° r 9 anic P^oxides (c), the hexaarylbiimidazole compounds 
(e the metallocene compounds (i). and the compounds having a carbon-halogen bond (i) The aromatic Sn.um 

o°rmo!e t^eor 6 "* 65 ^ 6 * ph ° top ° lymeri2ation initiators can be used either individually or as a combination of two 
t P[ ,oto P° , y merizable composition of the invention can further comprise a sensitizer. Useful sensitizer 

at ion in SenS K Zin9 C °' 0rS (dyeS 3nd Pi9mentS) and dyeS ° r P'9 ments which in ^act with the photopo^ 

zation initiator upon absorption of light from a light source <utupoi/meri 

^1^1^™* com P° unds (•»■ PV™e, perylene. and triphe- 

nylene) xanthenes (e.g., Fluorescein. Eos.ne, Erythrocin, Rhodamine B, and Rose Bengale). cyanines (e q thiacar- 
bocyanine and oxacarbocyanine). merocyanines (e.g.. merocyanine and camomerocyanine) thLine ( Th onTne 

a^es f^'me^ teXIT™ (- *' ^ ^ ^ phtn^ 

anmes (e.g., metal-free phthalocyan.ne and metallo-phthalocyanines), porphyrins(e.g.,tetraphenylprophvrinandmetal- 

SSi^r^ 8 ( :- 8 - chl r phy "- chtoro ^ «« ^ ^ u wjz^zsi 

complexes, anthraquinones (e.g.. anthraquinone). squaryliums (e.g., squarylium) 

£ 1 ?IL! XampleS ? Pre,errSd SPeCtra ' Sensitizers include »«yyl colors of JP-B-37-13034, cationic dyes of JP-A- 
ofJPA^^^^ 

or JP-A-64-56767, benzoxanthene dyes of JP-A-2-1714, acridines of JP-A-2-226148 and JP-A-2 2?fii4Q m,™ii„m 
JP A 2-85858 and JP-A-2-216154. colors of JP-A-57-10605. azocinnamilidene derivatives of JP-B-2-30321. cyanine 
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colors of JP-A-1-287105, xanthene colors of JP-A-62-31844, JP-A-62-31848, and JP-A-62-1 43043, aminostyry I ke- 
tones of JP-B-59-28325, merocyanine colors of JP-8-61 -9621 , colors of JP-A-2-1 79643, merocyanine colors of JP-A- 
2-244050, merocyanine colors of JP-B-59-28325. merocyanine colors of JP-A-59-89303, merocyanine colors of Jap- 
anese Patent 3278307, and benzopyran colors of JP-A-8-334897. 

[01 08] Infrared absorbers (dyes or pigments) are also suitable sensitizers. Preferred infrared absorbing dyes include 
cyanine dyes disclosed in JP-A-58-1 25246, JP-A-59-84356, JP-A-59-202829, JP-A-60-78787, and British Patent 
434,875. 

[0109] Near infrared absorbing sensitizers described in U.S. Patent 5,156,938 are also suitable. Arylbenzo(thio) 
pyrylium salts of U.S. Patent 3,881 ,924, trimethinethiapyrylium salts of U.S. Patent 4,327,169 (corresponding to JP-A- 
57-142645), pyrylium compounds of JP-A-58-1 81051, JP-A-58-220143, JP-A-59-41363, JP-A-59-84248, JP-A- 
59-84249, JP-A-59-146063, and JP-A-59-1 46061 , cyanine colors of JP-A-59-216146, pentamethinethiopyrylium salts, 
etc. of U.S. Patent 4,283,475, and pyrylium compounds of JP-B-5-13514 and JP-B-5-19702 are also preferred sensi- 
tizers. 

[0110] The near infrared absorbing dyes of U.S. Patent 4,756,993 (compounds of formulae (I) and (II) in the Patent) 
and the phthalocyanine dyes of EP91 651 3A2 are also preferred dyes. 

[0111] Anionic infrared absorbers described in JP-A-2000-16031 are also suitable as a sensitizer. "Anionic infrared 
absorbers" are compounds of which the chromophobe nucleus substantially absorbing infrared rays has no cationic 
structure but an anionic structure, including (d) anionic metal complexes, (c2) anionic carbon black derivatives, (c3) 
anionic phthalocyanine derivatives, and (c4) compounds represented by formula: 

[G a --M-G b j m X m+ 

wherein the symbols will be defined later. 

The counter cations in these anionic infrared absorbers include monovalent cations including a proton and polyvalent 
cations. 

[01 12] The anionicmeta! complexes (c1 ) are such metal complexes in which the whole of the center metal and the 
ligands, which substantially absorbs infrared rays, has an anionic charge. 

[0113] The anionic carbon black derivatives (c2) include carbon black species having an anionic substituent, such 
as a sulfo group, a carboxy! group or a phospho group, bonded thereto. These substituents can be introduced to carbon 
black by oxidizing carbon black with a prescribed acid as described in Carbon Black Kyokai (ed.), Carbon Black Binran, 
3rd Ed., Carbon Black KyckaL (Apr., 1995), 12. 

[0114] The anionic phthalocyanine derivatives (c3) are compounds having such an anionic substituent as recited 
with reference to (c2) bonded to a phthalocyanine skeleton to become an anion as a whole. 

[01 1 5] In the formula representing the compounds (c4), G a " represents an anionicsubstituent; G b represents a neutral 
substituent; X™^ represents a 1 to m-va!ent cation including a proton; m represents an integer of 1 to 6; and M represents 
a conjugated chain. The conjugated chain M, which may have a substituent or a cyclic structure, is represented by 
formula: 



wherein R 1 , R 2 , and R 3 each represent a hydrogen atom, a halogen atom, a cyano group, an alkyl group, an aryl group, 
an alkenyl group, an alkynyl group, a carbonyl group, a thio group, a sulfonyl group, a suifinyl group, an oxy group or 
an amino group; they may be connected together to form a cyclic structure; and n represents an integer of 1 to 8. 
[0116] Cationic infrared absorbers and nonionic infrared absorbers are also preferably used. 

[0117] Other known dyes, such as those listed in Society of Synthetic Organic Chemistry, Japan (ed.), Senryo Binran, 
1960. Such dyes include azo dyes, metal complex azo dyes, pyrazolone azo dyes, naphthoquinone dyes, anthraqui- 
none dyes, phthalocyanine dyes, carbonium dyes, quinoneimine dyes, methine dyes, diimmonium dyes, aminium dyes, 
squarylium colors, and metal thiolate complexes. 

[0118] Pigments which can be used as a sensitizer additionally include commercially available pigments and pig- 
ments described in Color Index, Nihon Ganryo Gijutsu Kyoukai (ed ). Saishin Ganryo Binran, 1977, Saishin Ganryo 
Ohyo Gijutsu, CMC Publishing Co., Ltd., 1986, and Insatsu Ink Gijutsu, CMC Publishing Co., Ltd., 1984, such as black 
pigments, yellow pigments, orange pigments, brown pigments, red pigments, purple pigments, blue pigments, green 
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natural p.gments fluorescent pigments, inorganic pigments, and carbon black. (SlS^^'^S^ 
01 1 9] These p.gments can be used with or without a surface treatment Conceivable surface ~? 9 
-nclude appiying a resin or a wax, adhering a surface active agent, an I bondtg . iSSSSSS XTsT 
coupling agent, epoxy compound or polyisocyanate) to the pigment particle surface thIZ Tn ? ( 9 ' a " S 
described in KinzoHu SMen no Seisitsu to olyo, Saiwai Syobo 9 ^^G^C^^^c^^ 
and Saishin Ganryo Ohyo Gijutsu, CMC Publishing Co Ltd 1986 ^uDi.sh.ng Co.. Lto., 1984, 

[0121] Pigment particles are dispersed by known dispersing techniques used in ink nr tnnor # , ♦ ■ , « 
dispersing machines include an u.trasonicator, a sand mill, JJ^^^^ a ba, mt-n'moenlr 
a d.sperser, a KD mill, acolloid mill, a Dynatron, a three-roll mill, and a pressure kneader For^e dlS 5 ° - Pe " er ' 
techniques reference can be made in Sslsnin Ganryo Onyo 

22^050 ^w£^Z£^ m J* merocyanine colors of JP-B-61-9621, W 2 -179S43, JP-A- 
8-334897 andrh! 1 h f"^ 59 - 89303 ' and Ja P anese Patent 3278307 and tne benzopyran colors o JP-A- 
U-JJ4897, and the infrared absorbers of JP-A- 11 -209001 . 

rmo!! ^ S f Siti2ers can be used either individually or as a combination of two or more thereof 

LU124J The photopolymerizable composition of the invention can comprise a comoound known ho «« a . 

further improve the sensitivity or suppress polymerization inhibition by ox'ygen as SJ^iST^i-S^ 

To ^tT^TpTZ W 2? " ^ COmP ° UndS d6SCribed Zander JZ^%S£?^ 

Lt " I k ^ O/sc/osure, 33825. Specific examples are triethanolamine. ethyl p-dimethy'aminoben 
zoate, p-formyld.methylaniline, and p-methylthiodimethylaniline a.memy.^minooen- 

«fnL^ Se,Ul cosensitizers also inc,ude trio's and sulfides, such as the thiol compounds of JP-A-53-702 JP R 
55-500806 and JP-A-5-1 42772 and the disulfide compounds of JP-A-56-75643. Specific examples are 2 merca^ 
ShaleS 2 - merca P t0ben — le ' 2-mercaptobenzimidazo.e, 2-merca P to-4(3H)- q uinazoline, and V^SK- 

pounds of uP B S SLT/'^'r 6 ^fl? C ° mP ° UndS *H*»"*>^»>. the organometallic com- 
™«n L ( 9 " tnbut y ,tin a^tate), the hydrogen-donating compounds of JP-B-55-34^14 the sulfur 

compounds of JP-A-6-308727 (e.g., trithiane), the phosphorus compounds of JP^-6-250389 (e dieVhytchosp te 
* nd S"H impounds and G6 " H com P° unds of Japanese Patent Application No. 6-1 91 605 ^osphite) 
to so? /:/^ eri2 f n initiator is used in an amount preferably of 0.01 to 60% by weight, particularly 0 05 
to 30 -4 by weight, based on the total composition. A preferred molar ratio of the photopolymerization initator to the 

IS «™ZZ^i^ 002 to 20 parts < sti " ~ 005 <° 1 ° * -*i ™ 

n?Kil 8] f 11 desirable to add t0 tne Photopolymerizable composition a small amount of a thermal polymerization in- 

I^SJSST'T therma ' P ° lymeriZati0n ° f the P°'y-erizable compound having a po^lZZ ul 
saturated double bond during the preparation or storage of the photopolymerizable composition Suitable thermal DO 
lymenzation inhibitors include hydroquinone. p-methoxyphenol, di-t-butylp-cresol. pyrogaTo t -bun H^?E£" 
qu,none4,4^thiobis(3-methyl-6-t-buty, P heno.), 2 , 2 ^methy l enebis(4-meth 

wZ h H Cen T S3lL am ° Unt ° f thS thermal P°<y^rization inhibitor ,s preferably abo 0 0 Uo 5% by 
X faracid n o r rr C t 0 TH SitiOn r " d r ired ' P 0, y merizatio " inhibiti - * oxygencan be prevented by adding a" 
o tne o^ „ r ? T- ere ° f ' SUCh 33 behen ' C 3Cid ° r b6heniC acid amide ' which is loc alized on the surface 
bl TJ^ r I 7 dUnn9 drVin9 3fter application. The amount of the higher fatty acid or derivative thereof to 
be added .s about 0.5 to 10% by weight based on the total composition. 

EheJebv^ Tm P0 '^ eriZ K b l C T P °f i0 " C ° ntain 3 C0 ' 0rant (dye ° r pigment > for co,ori "9 the photosensitive 
\ayer thereby to .mprove vis.b.lity after platemaking or suitability to inspection with, for example an imaqe densitv 
measunng , instrument Pigments are preferred to dyes; for most of dyes can reduce the sensitivity of a pltopol^ 

oxidt tCvTc T,V if 6 °h ° rantS ' nClUdS P htha,oc y anine rt^t.. azo pigments, ca'rbon black'tim 
tc hV' a S ?l 1 • * 13 V '° let ' 320 dySS ' anthra£ J uinone dyas, and cyanine dyes. A preferred amount of the colorant 
to be added .s about 0.5 to 5% by weight based on the total composition. co.orant 

[01 30] If desired, the photopolymerizable composition may contain other additives known in the art, such as inorganic 
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fillers for improving physical properties of a cured film, plasticizers, and oleophilmng agents for improving ink receptivitv 
of the photosensitive layer. 

[01 31 ] Useful plasticizers include dioctyl phthalate. dldodecyl phthalate, Methylene glycol dicaprylate, dimethyl glycol 
phthalate, tricresyl phosphate, dioctyl adipate. dibutyl sebacate, and glycerol triacetate. Where the composition con- 
tains a binder, the plasticizer is used in an amount of not more than 10% by weight based on the total weight of the 
polymenzable compound having an unsaturated double bond and the binder. 

[01 32] The composition may also contain a U V initiator a thermal crosslinking agent, and the like for enhancing the 
effects of post-heating and post-exposure after development (hereinafter described) which are conducted for imorovina 
film strength (press life). 

[0133] Adhesion of the photosensitive layer to a support and developability (removability) of the unexposed area of 
the photosensitive layer can be improved by addition of an appropriate additive or by providing an intermediate layer 
For example, a compound exhibiting relatively strong mutual action on a support, such as a compound having a dia- 
zonium structure or a phosphone compound I may be added to the composition or be provided as a primer coat which 
will result in improved adhesion and an extended press life. A hydrophilic polymer, such as polyacrylic acid or polysul- 
fonic acid, may be added to the composition or be provided as a primer coat to bring about improved developability 
and Improved stain resistance of the nonimage area. 

[0134] The photopolymerizable composition of the invention is dissolved In various organic solvents to prepare a 
coating composition, which is applied to a support to form a photosensitive layer. Examples of useful organic solvents 
are acetone, methyl ethyl ketone, cyclohexane, ethyl acetate, ethylene dichloride, tetrahydrofuran, toluene, ethylene 
glycol monomethyl eiher, ethylene glycol monoethyl ether, ethylene glycol dimethyl ether, propylene glycol monomethyl 
ether, propylene glycol monoethyl ether, acetylacetone, cyclohexanone, diacetone alcohol, ethylene glycol monomethyl 
ether acetate, ethylene glycol ethyl ether acetate, ethylene glycol monoisopropyl ether ethylene glycol monobutyl ether 
acetate, 3-methoxypropanol, methoxymethoxyeihanol, diethylene glycol monomethyl ether, diethylene glycol monoe- 
thyl ether, diethylene glycol dimethyl ether diethylene glycol diethyl ether, propylene glycol monomethyl ether acetate, 
propylene glycol monoethyl ether acetate, 3-methoxypropyl acetate, N.N-dimethylformamide.. dimethyl sulfoxide, y- 
butyrolactone, methyl lactate., and ethyl lactate. These solvents can be used either individually or as a mixture thereof. 
The solids content of the coating composition is preferably 2 to 50% by weight. 

[0135] The coating weight of the photosensitive layer on a support, which is influential chiefly on the sensitivity and 
developability of the photosensitive layer and the strength and press life of the cured layer, should be decided appro- 
priately according to use. Too small a coating weight results in poor press life. To large a coating weight results in 
reduced sensitivity and requires an increased exposure time and an increased developing time. For use in a lithographic 
printing plate precursor for scanning exposure, the application primarily contemplated in the present invention, a suit- 
able coating weight is in a range of from about 0.1 to 1 0 g/m*, particularly 0.5 to 5 g/m* on dry basis. 
[0136] In fabricating a lithographic printing plate as primarily contemplated in the invention, the photosensitive layer 
is desirably formed on a support having a v/ater-wettabe surface. Any water-wettable support known in the lithographic 
printing plate field can be used with no restriction. Plate form supports having dimensional stability are preferred. Useful 
water-wettable supports include paper paper laminated with plastics (e.g., polyethylene, polypropylene and polysty- 
rene), metal (e.g., aluminum, zinc or copper) plates, films of plastics (e.g., cellulose diacetate, cellulose triacetate, 
cellulose propionate, cellulose butyrate, cellulose acetate butyrate, cellulose nitrate, polyethylene terephthalate, pol- 
yethylene, polystyrene, polypropylene, polycarbonate, and polyvinyl acetal), and paper or plastic films laminated with 
or vacuum evaporation coated with the metal recited above. If necessary, the surface of the support may be subjected 
to a known physical or chemical treatment for imparting water wettability, improved strength, and the like. 
[01 37] Paper, a polyester film or an aluminum plate is a preferred support. An aluminum plate is particularly preferred 
for its dimensional stability, relatively competitive price, and capability of providing a surface excellent in water wettability 
or strength by an appropriate surface treatment. A composite sheet composed of a polyethylene terephthalate film 
laminated with an aluminum sheet, such as the one described In JP-B-48-18327, is also preferred. 
[0138] A suitable aluminum plate is a plate of pure aluminum or an aluminum alloy comprising aluminum as a main 
element and a small amount of a different element. A plastic film laminated with or vacuum evaporation coated with 
aluminum will also do. The different element is selected form silicon, iron, manganese, copper, magnesium, chromium, 
zinc, bismuth, nickel, titanium, and so forth. The different element content of the aluminum alloy is 10% by weight at 
the highest. The "aluminum" as referred to above is preferably pure aluminum but may contain permissible traces of 
impurity elements because of technical difficulties encountered in the manufacture of pure aluminum. The aluminum 
plate used in the invention is not particularly limited in composition, and plates made of known aluminum materials can 
be utilized. The thickness of the aluminum plate to be used is about 0.1 to 0.6 mm, preferably 0.15 to 0.4 mm, still 
55 preferably 0.2 to 0.3 mm. 

[01 39] The metal surface, particularly the aluminum surface, of the support is preferably subjected to a surface treat- 
ment, such as surface graining, immersion in an aqueous solution of sodium silicate, potassium fluorozirconate, a 
phosphate, etc., or anodizing. 
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[ou^niJn e l U f C t 9raln ? °! the a,UminUm P,ate iS Carned ° Ut ^ various methods - Eluding mechanical surface 
roughening. electrochem,cal surface dissolving, or selective chemical surface dissolving Mechanical surface o«IS« 
includes .ball graining, brush graining, blast graining, and buff graining. Electrochemical grain^ 

inTeT^S^" I ° ntaining hyd L° Ch,0r1C aCid ° r nitriC acid w " h an alternating or direct current^ 

and electrochem.cal gram.ng can be used in combination as taught in JP-A-54-63902 Prior to surface SrE 2 

rroCs^r with a surface active a9ent - an — — « « a qU eoi ac s e 0 r: m e 9 c th t o e 

by anodiz.ng, followed by the treatment with an alkali metal si.icate aqueous solution Anodtzing is out bv S 

exam ple elect lysis ■ an aqueQUS or nonaqueous e|ectro|ytjc ^ JJS^^JjJ b *£ r 

such as phosp one acid, chromic acid, sulfuric acid, and nitric acid, and organic acids, such as oxa!ic add S d uSam c 
acid, by using the aluminum plate as an anode. sulfamic 

nation nf TfT f e ^ ode P° sition as tau S™ h U.S. Patent 3,658.662 is also an effective surface treatment A ccmbi- 
° f ths f f °'yt-c grammg techniques disclosed in JP-B-46-27481 . JP-A-52-58602. and JP-A-52-3o" 0 3 and^he 
I!* 8 * anodi2in 9 and sodium silicate treatment is also useful. A support prepared oy subjecting a mei7p.a e 
L aTso suued 3 9raimn9 ' Ch6miCa ' e ' eCtr ° lytiC S^"" 19 ' ^i" 9 ' and SOdiU ™ si,ica " treitment ^thL o^der 

[0143] A support prepared by applying to a support having been surface treated as described above a water-soiub'e 
resm. such as po.yymy.phosphonic acid, a mono- or copolymer having a su.fo group in the S! de chain oTpc lyatylic 

'^ ar ? IUble meta ' S3lt (e9 - 2inC b0rate >' 3 y e,,ow d ^ an ™* «*, and the .ike to form a primer Ss 
also suitable. A support having a functional group capable of addition reaction by a radical covalently bonded he'e'o 
by sol-gel processing as disclosed in Japanese Patent 3223222 is also preferably used 

Sl 4 hL A S h U , PPOrt rf haVif l 9 3 w ater-resistant hydrophilic layer as a surface layer on an arbitrary support is also preferred 
The hydroph,hc surface layer includes a layer comprising an inorganic pigment and a binde" according to US Pa ent 
3,055,295 and JP-A-56-13168, a hydrophilic swellable layer described in JP-A-9-80744, andasol-gel fiim comprisfra 
~7 X ,f alcoho1 and a ^sclosed in JP-T-8-507727. Such hydrophilizing treatmTnuT per 

formed for the purpose of not only rendering the support surface water-wettab.e but preventing undesired reactions of 

mSi "Tr^ C0mP0Siti ° n Pr ° Vided °" the SUp P° rt and im P rovi "9 «""»■«■ of the photosensitive laye 
« mS J" P rod " ctlon of a lithographic printing plate by scanning exposure, which generally involves exposure of 
coring '? atm0sphere - a P rotective la * er can ba Prided on the photosensitive layer (photooo.ymerizab e 

composition layer). A protective layer will protect the photosensit^e layer against the attack of low-modular com 

a dwiS the e re e bv *JT' *" W * h a " reaction in^cTd b"e pcsuTe 

Z J1 S ! enab ' e 6Xp0SUre m the atmos P her e- Accordingly, the protective layer is required primarily to have low 
surTS to tT'^TT COmp0 " nds u and desirabl * 10 cause substantially no hindrance to transmission of expo- 
sure light, to have good adhesion to the photosensitive layer, and to be easily removable in the development step after 

3 4 P 5 ° 8 Ti IT^TT 3 Pr0t6CtiVe ' ayer h3Ve hithert ° been proposed as described in in U.S. Patent 

3 458.31 1 and JP-A-55^t9729. To make up a protective layer, it is advisable to use water-soluble polymers which have 
relatively excellent : crystalling such as polyvinyl alcohol, polyvinylpyrrolidone, acidic celluloses, gelatin, gum arable 
^ouSS' 0 T ° f P °^ yVinyl a,COh0 ' 35 3 mai ° com P° nent P<°^ the most satisfactory resufts for baste 
b *rc f ' aS ,? Xy9en ^ rr ' er Pr ° PertieS and removabilit y b V development. The polyvinyl alcohol used to form 
a protec ,ve layer may be partially esterified, etherified or acetalized or partially copolymerized with other units as long 

ST^SJ^i' ™ 7» ub « H f M ^ i ny , « ,coh «»' uottcontributoiytooxyaBii bamorprafwrtiesandwatersolubUly. Exampl J 

^TL P TT,Tn , T ,h0SS "f T 9 3 d6gree ° f hydr ° lySiS ° f 71 10 1 00 m0l% and a wei 9 ht avera 2 ™>ec2 
weight of 300 to 2400, which are available on the market under trade names of PVA-105, PVA-110 pVA-117 PVA 

pJL ™ PVA " 124 ' PVA - 124H ' PVA " CS ' PVA " CST . PVA-HC, PVA-203, PVA-204, PVA-205, PVA-210 PVA 21 7 

Z Kui^ Ud^" 21 ?EE ' PVA " 21 PVA " 220E ' PVA " 224E " PVA - 4 ° 5 ' PVA " 42 °' PVA " 613 ' and L-6. all suppNed 
[0146] The components making up the protective group (e.g.. PVAs and additives) should be selected with due 
consideration for not only the barrier properties against low-molecular compounds and removability by development 
but ant.-fogg.ng properties, adhesion to the photosensitive layer, and scratch resistance. In general use of a PVA 
having ia higher degree of hydrolysis (a higher content of the unsubstituted vinyl alcohol unit) and/or a higher protective 
layer thickness result in higher barrier properties against low-molecular substances, which are advantageous for sen- 
sitivity. However, too high low-molecularsubstances-barrierpropertiescan cause unnecessary polymerization reaction 
during the production or storage of printing plate precursors or unnecessary fog and thickening of line images on 
imagew.se exposure. Adhesion to the photosensitive layer and scratch resistance are also very important properties 
to be taken into consideration for handling the resulting printing plate precursors. A hydrophilic layer of a water-soluble 
polymer formed on an oleophilic polymer layer is liable to come off due to insufficient adhesion. Various proposals have 
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been made to improve the adnesion between these two layers. For example, U.S. Patents 292,501 and 44 563 teach 
that a hydrophilic polymer mainly comprising polyvinyl alcohol and containing 20 to 60% by weight of an acrylic emulsion 
or a water-insoluble vinylpyrrolidone-vinyl acetate copolymer etc. provides a layer with sufficient adhesion to a polymer 
layer. Any of these known techniques can be applied to the protective layer formation in the invention. As for methods 
of coating to form a protective layer the details are given, e.g., in U.S. Patent 3.. 458,311 and JP-A-55-49729 
[0147] The protective layer can be designed to serve for additional functions. For example, in using a laser as an 
exposure light source, there are cases in which the photosensitive layer is required to have high sensitivity at the 
wavelength of the laser light and to have no sensitivity at other wavelengths. In an example, a lithographic printing 
plate precursor sensitive to infrared light of 750 nm or longer wavelength can be handled in practice in daylight but 

10 sometimes responds to short wavelength light from., e.g., fluorescent lamps, In such cases, a colorant (e g a water- 
soluble dye) which transmits the light of the light source while efficiently absorbing light of wavelengths shorter than 
700 nm can be incorporated into the protective layer. In another example, a lithographicprinting plate precursor sensitive 
to ultraviolet light of 450 nm or shorter wavelength can be handled in practice under room illumination but sometimes 
responds to visible I ght of 500 nm or longer. In such cases : a colorant (e.g., water-soluble dye) which transmits the 

« light of the light source while efficiently absorbing light of wavelengths longer than 500 nm can be incorporated into 
the protective layer to improve room illumination suitability without reducing the sensitivity. 

[0148] Where a photosensitive material having a photosensitive layer comprising the photopolymerizable composi- 
tion of the invention is used as an image-forming material, an image is generally formed by imagewise exposing the 
photosensitive layer and removing the unexposed area of the photosensitive layer with a developer. A preferred de- 

20 veloper for lithograpnic platemaking (plate developer) includes the one described in JP-B-57-7427, i.e., an aqueous 
solution of an inorganic alkali, such as sodium silicate, potassium silicate, sodium hydroxide, potassium hydroxide 
lithium hydroxide, sodium tertiary phosphate, sodium secondary phosphate, ammonium tertiary phosphate, ammonium 
secondary phosphate, sodium metasilicate, sodium hydrogencarbonate, or aqueous ammonia, or an organic alkali, 
such as monoethanolamine or dicthanoiamine. The concentration of aqueous alkali solution is usually 0 1 to 10% by 

25 weight, preferably 0.5 to 5% by weight. 

[0149] If desired, the aqueous alkali solution can contain a small amount of a surface active agent or an organic 
solvent, such as berzyl alcohol.. 2-phenoxyethanol or 2-butoxyethanol. Such a developer includes the one described 
in U.S. Patents 3 375.1 71 and 3,615,480. 

[0150] The developers described in JP-A-50-26601 , JP-A-58-54341 , JP-B-56-39464, and JP-B-56-42860 are also 
30 preferred. 

[0151 ] If desired, tie platemaking process using the photopolymerizable composition may involve heating the entire 
area before or during exposure or after exposure and before development. The overall heating accelerates the image 
forming reaction in the photosensitive layer to improve sensitivity or press life and to stabilize the sensitivity. For the 
purpose of improving the image strength (i.e., press life) , it is also effective to heat or expose the entire image area 

35 after development. The heating before development is usually preferably carried out under mild conditions of 150°C 
or lower. Too high heating temperatures can fog even the nonimage area (unexposed area). The heating after devel- 
opment (baking) is carried out under very strong conditions, usually at temperatures ranging 200 to 500°C. Too low 
baking temperatures will fail to produce a sufficient image strengthening effect, and too high baking temperatures can 
cause deterioration of the support or thermal decomposition of the image area. 

*o [0152] Imagewise exposure of the lithographic printing plate precursor for scanning exposure is conducted by any 
known technique. Lasers are preferred light sources. Available lasers emitting light of 350 to 450 nm include gas lasers 
such as an Arion laser (364 nm or 351 nm, 10 mW to 1 w), a Kr ion laser (356 nm or 351 nm, 10mwto 1 w), and an 
He-Cd laser (441 nm or 325 nm, 1 to 100 mw); solid state lasers, such as a combination of Nd:YAG (YV0 4 ) and two 
SHG crystals (355 nm, 5 mw to 1 W) and a combination of Cr:LiSAF and an SHG crystal (430 nm, 1 0 mW); semicon- 

45 ductor lasers, such as a KNbO a ring resonator (430 nm, 30 mW), a combination of a waveguide type wavelength 
convertor and AIGaAs/lnGaAs semiconductor (380 to 450 nm, 5 to 100 mW), a combination of a waveguide type 
wavelength converter and AIGalnP/AIGaAs semiconductors (300 to 350 nm, 5 to 100 mW), and AIGalnN (350 to 450 
nm, 5 to 30 mW); and pulse lasers, such as an N 2 laser (337 nm, 0.1 to 1 0 mJ/pulse) and XeF (351 nm, 1 0 to 250 mJ/ 
pulse). AIGalnN semiconductor lasers (commercially available InGaN-based semiconductor lasers: 400 to 410 nm, 5 

50 to 30 mW) are particularly preferred for their wavelength characteristics and for economical consideration. 

[0153] Available lasers emitting light of 450 to 700 nm include an Ar+ laser (488 nm), a YAG-SHG laser (532 nm), 
an He-Ne laser (633 nm), an He-Cd laser, and red semiconductor lasers (650 to 690 nm). Available lasers emitting 
light of 700 to 1 200 nm include semiconductor lasers (800 to 850 nm) and an Nd-YAG laser (1 064 nm). 
[0154] Other usable light sources include ultrahigh-, high-middle- or low-pressure mercury lamps, chemical lamps, 

55 carbon arc lamps, xenon lamps, metal halide lamps, ultraviolet laser lamps (e.g., ArF excimer laser and KrF excimer 
laser), electron beams, X-rays, ion beams, and far infrared rays. From the economical viewpoint, the aforementioned 
lasers of 350 nm or longer wavelengths are preferred. 

[01 55] The exposing mechanism includes an internal drum system, an external drum system, and a flat bed system. 
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Where the photosensitive layer composition of a lithographic printing plate precursor is designed to be soluble in ne< -t ra i 
water or weakly alkaline water by choosing highly water-soluble materials, the plate precursor can be processed bv 
on-press exposure and development. y 
[0156] Applications of the photopolymerizable composition of the present invention include not only fabrication of 
lithographic pnnting plate precursors for scanning exposure but wide applications known for photo-curing resins^ For 
example, a liquid composition comprising the photopolymerizable composition and, if desired, a cation polymerizab e 
compound provides a high-sensitivity stereolithographic material. The photopolymerizable composition can b-~de- 
signed to be a holographic material taking advantage of refractive index change on curing, or to be a variety of transfer 
materials (e.g. : peel type light-sensitive materials and toner-developable light-sensitive materials) taking advantage of 
surface tackiness change on curing. The photopolymerizable composition is also applicable to photo-curing of rri-ro- 
capsules, production of electronic materials such as photoresists, and production of photo-curing resin materia'sfor 
inks, coatings, and adhesives. 

EXAMPLES 

[0157] The present invention will now be illustrated in greater detail with reference to Examples but it shoul- be 
understood that the invention is not construed as being limited thereto. Unless otherwise noted all -he percent* Vd 
parts are by weight. 

[0158] Polymers having the unit (I) were synthesized according to the following scheme: 

^ a polymerization 
R b v / « initiator 

y— x 1 ^ 

' \ 1 solvent 
^ heating 

(I 1 ) 




[0159] Formula (!') in the scheme represents a monomer providing the unit (I). In synthesis examples below, a com- 
pound number followed by (!') (e.g., compound P-2(l 4 )) means a monomer which provides the unit (I) of the correspond- 
ing polymeric compound (e.g., compound P-2). 

Synthesis of monomer of formula (I'): 

[0160] Compounds of formula (!') were easily synthesized from corresponding acrylic group-conta ning compounds 
according to the method described in Secchaku-no-Gijutsu, 14(4), 1995, 2. 

Synthesis of polymer P-3 having unit (I): 

(1) Synthesis of XP-1 (precursor of polymer P-3) 

[0161 ] In a flask equipped with a condenser and a stirrer, 0.7 mol of compound XP-1 (P), 0.3 mol of methacrylic acid, 
0.02 mol of an azo type thermal polymerization initiator (V-65, available from Wako Pure Chemical), and 1 liter of N. 
N-dimethylacetamide were mixed by stirring at 70°C for 5 hours. After completion of the reaction, the reaction mixture 
was slowly poured in 5 liters of water while stirring, whereupon white powder precipitated. The precipitate was collected 
by filtration and dried to give XP-1 in a yield of 90%. The structure of the product was confirmed by NMR. IR, and GPC 
analyses. 

(2) Synthesis of polymer P-3 . 

[01 62] In a flask equipped with a condenser and a stirrer, 1 .0 mol of polymeric compound XP-1 and p-methoxyphenol 
(0.001 mol) were dissolved in 1 liter of N, N-dimethylacetamide. To the solution was added dropwise 0.5 mol of 1 ,8-di- 
azabicyclo[5.4.1]-7-undecene through a dropping funnel. After the mixture was stirred at room temperature for 30 
minutes. 0.5 mol of 2-bromoethyimethacrylate was added thereto dropwise, followed by stirring at 60°C for 8 hours. 
After cooling to room temperature, the reaction mixture was slowly added to 5 liters of water while stirring, whereupon 
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white powder precipitated, which was collected by filtration and dried to give polymer P-3 in a yield of 80% The structure 
of the polymer was confirmed through NMR, IR, and GPC analyses. 

[0163] All the other polymers listed supra can be synthesized in the same manner as described above. 



EXAMPLE 1 



1 ) Preparation of support 



10 



15 



20 



25 



30 



[0164] A 0.3 mm thick aluminum plate was chemically etched by immersion in a 10% sodium hydroxide aqueous 
solution at 60°C for 25 seconds, washed with running water, neutralised with 20% nitric acid, and washed with water 
The thus grained aluminum plate was further grained by electrolysis in 1 % nitric acid by using a sine-wave alternating 
current at an electricity quantity of 300 C/dm2 at the anode. The surface grained aluminum plate was immersed in a 
1% sodium hydroxide aqueous solution at 40°C for 5 seconds and then desmutted in 30% sulfuric acid at 60°C for 40 
seconds. The resulting aluminum plate was anodized in a 20% sulfuric acid at a current density of 2 A/dm 2 for 2 minutes 
to form an anodic oxide film of 2.7 g/m 2 The surface roughness of the resulting aluminum support was 0 3 um in terms 
of Ra (JIS B0601). 

[0165] A back coating composition prepared as described below was applied to the reverse side of the aluminum 
support with a bar coater and dried at 10C°C for 1 minute to form a back coat having a coating weight of 70 mg/m 2 . 



Sol-gel reaction mixture: 


Tetraethyl silicate 


50 parts 


Water 


20 parts 


Methanol 


15 parts 


Phosphoric acid 


0.05 part 



[0166] The above components were mixed and stirred. Heat generation started in about 5 minutes. After 60 minute- 
reaction, a mixture consisting of the following components was added to the reaction mixture to prepare a back coating 
composition. 



35 



40 



Pyrogallol formaldehyde condensed resin (molecular weight: 2000) 
Dimethyl phthalate 

Fluorine-containing surface active agent (N-butylperfiuorooctanesulfonamidoethyl acrylate/ 
polyoxyethylene acrylate copolymer; molecular weight: 20,000) 

Methanol silica sol (available from Nissan Chemical Industries, Ltd.; methanol content: 30%) 
Methanol 



4 parts 

5 parts 
0.7 part 

50 parts 
800 parts 



2) Formation of photosensitive layer 

[0167] A photopolymerizable composition shown below was applied to the backcoated aluminum support to a dry 
thickness of 1 .5 g/m 2 and driedat 1 00° C for 1 minute to form a photosensitive layer. 



45 



so 



Photosensitive composition: 



Polymer X (see Table 4) ~" 
Photopolymerization initiator Y (see Table 4) 
Polymerizable compound R (see Table 4) 
Additive S (see Table 4) 

Fluorine-containing surface active agent (Megafac F-1 77 available from Dainippon Ink & Chemicals, Inc.) 






Thermal polymerization inhibitor 


55 


(N-nitrosophenylhydroxylamine aluminum salt) 


0.01 g 




Pigment dispersion* 


2.0 g 




* Pigment Blue 15:6 


15 parts 
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(continued) 



Thermal polymerization inhibitor 


AHyl methacrylate/methacrylic acid copolymer 


(83/17 by mole) 


10 parts 


Cyclohexanone 




15 parts 


Methoxy propyl acetate 




20 parts 


Propylene glycol monomethyl ether 




40 parts 


Methyl ethyl ketone 




20 g 


Propylene glycol monomethyl ether 




20 g 



3) Formation of protective layer 

[01 68] Some of the photosensitive layers prepared above were coated with a 3% aqueous solution of polyvinyl alcohol 
(degree of saponification: 98 mol%; degree of polymerization: 550) to a dry coating thickness of 2 gym 2 and dried at 
1 00°C for 2 minutes to form a protective layer. 

4) Evaluation on sensitivity 



[0169] The resulting lithographic printing plate precursors were evaluated for sensitivity to light the wavelength of 
which was selected according to the exposure wavelength as shown in Table 4. That is, the printing plate precursor 
was exposed to light of ji semiconductor laser of 400 nm, an FD-YAG laser of 532 nm or a semiconductor laser of 830 
nn in the a-mosphere. i he exposed printing plate precursor was developed by immersion in a plate developer havirg 
the following formulation at 25°C for 10 seconds. The minimum exposure energy (mJ/cm 2 ) for image reproduction 
urder the respective exposure conditions was taken as a parameter of sensitivity. The smaller the minimum exposure 
energy, the higher the sensitivity. The results obtained are shown in Table 5. Note that a difference in light source 
wavelength leads to a difference in energy quantity per photon, and it is natural that a photosensitive layer should show 
highersensittvity to ashorter wavelength (i.e., the minimum exposure energy decreases with shortening of the exposure 
wavelength). Accordingly, comparing sensitivities between photosensitive layers exposed under different waveleng:h 
conditions is meaningless. The sensitivity data given in Table 5 should be used only for comparison between samples 
exposed under the same wavelength condition. 



Plate developer formulation: 



DP-4 (available from Fuji Photo Film) 
Water 

Lipomin LA (amphoteric surfactant available from Lion Corp.; 20% aqueous-solution) 



65.0 g 
880.0 g 
50.0 g 



5) Evaluation on press life 



[01 70] The printing plate precursors were exposed by scanning with the respective lasers to form 1 % half tone do:s 
(highlight), heated on a panel heater at 120°C for 20 seconds, and developed with the same plate developer used 
above, i he resulting printing plate was set on a printing machine Heidel KORD to cam/ out printing. The number of 
impressions from one plate, taken as a parameter of press life, was expressed relatively, taking the impressions of 
Comparative Example 1 as 100. The greater the impressions, the longer the press life. The results obtained are shown 
in Table 5. 



6) Evaluation of storage stability 

[0171] The printing plate precursor was allowed to stand at 60°C for 3 days and then subjected to the same plate- 
making steps as described above. The storage stability of the plate precursor was evaluated from a ratio of exposure 
energy necessary for imaging after the standing to that before the standing. Energy ratios of 1 . 1 or smaller are preferred 
for the production and can also be seen as indicative of satisfactory storage stability. The results obtained are shown 
in Table 5. 
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TABLE 4 







X 


Y 


R 


S 


Protective Layer 


Light Source (nm) 


5 


Ex. 1 


P-1 


Y-1 


R-1 


- 


yes 


400 




Ex. 2 


P-3 


Y-1 


R-1 


- 


yes 


400 




Ex. 3 


P-6 


Y-2 


R-2 


S-1 


yes 


400 


10 


Ex.4 


P-7 


Y-2 


R-2 


• - 


yes 


400 




Ex.5 


P-9 


Y-1 


R-3 


S-3 


yes 


400 




Ex. 6 


P-11 


Y-2 


R-3 


S-4 


yes 


400 




Ex. 7 


P-16 


Y-2 


R-1 


S-2 


yes 


400 


15 


Ex. 8 


P-19 


Y-2 


R-1 


- 


yes 


400 




Ex. 9 


P-20 


Y-1 


R-2 


S-1 


yes 


400 




Comp. Ex. 1 


XP-1 


Y-1 


R-1 


- 


yes 


400 


20 


Comp. Ex. 2 


XP-3 


Y-1 


R-1 


- 


yes 


400 


Comp. Ex. 3 


XP-6 


Y-2 


R-2 


S-1 


yes 


400 




Comp. Ex. 4 


XP-7 


Y-2 


R-2 


- 


yes 


400 




Comp. Ex. 5 


XP-9 


Y-1 


R-3 


S-3 


yes 


400 


25 


Comp. Ex. 6 


XP-11 


Y-2 


R-3 


S-4 


yes 


400 




Comp. Ex. 7 


XP-16 


Y-2 


R-1 


S-2 


yes 


400 




Comp. Ex. 6 


XP-19 


Y-2 


R-1 


- 


yes 


400 


30 


Comp. Ex. 9 


XP-20 


Y-1 


R-2 


S-1 


yes 


400 




Ex. 10 


P-1 


Y-3 


R-1 


- 


yes 


532 




Ex. 11 


P-3 


Y-3 


R-1 


- 


yes 


532 




Ex. 12 


P-6 


Y-4 


R-1 


S-1 


yes 


532 


35 


Ex. 13 


P-7 


Y-4 


R-3 


S-2 


yes 


532 




Ex. 14 


P-9 


Y-5 


R-3 


S-3 


yes 


532 




Ex. 15 


P-11 


Y-4 


R-3 


S-4 


yes 


532 


40 


Ex. 16 


P-16 


Y-4 


R-2 


S-2 


yes 


532 




Ex. 17 


P-19 


Y-3 


R-2 


- 


yes 


532 




Comp. Ex. 10 


XP-1 


Y-3 


R-1 


- 


yes 


532 




Comp. Ex. 11 


XP-3 


Y-3 


R-1 


- 


yes 


532 


45 


Comp. Ex. 12 


XP-6 


Y-4 


R-1 


S-1 


yes 


532 




Comp. Ex. 13 


XP-7 


Y-4 


R-3 


S-2 


yes 


532 




Comp. Ex. 14 


XP-9 


Y-5 


R-3 


S-3 


yes 


532 


50 


Comp. EX. 15 


XP-11 


Y-4 


R-3 


S-4 


yes 


532 




Comp. Ex. 16 


XP-16 


Y-4 


R-2 


S-2 


yes 


532 




Comp. Ex. 17 


XP-19 


Y-3 


R-2 




yes 


532 




Ex. 18 


P-1 


Y-5 


R-2 




no 


830 


55 


Ex. 19 


P-3 


Y-6 


R-2 




no 


830 




Ex. 20 


P-6 


Y-6 


R-1 


S-5 


no 


830 
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TABLE 4 (continued) 





X 


Y 


R 


S 


Protective Layer 


Light Source (nm) 


Ex. 21 


P-7 


Y-7 


R-2 


S-5 


no 


830 


Ex. 22 


P-9 


Y-7 


R-2 


S-6 


no 


830 


Ex. 23 


P-11 


Y-8 


R-1 


S-7 


no 


830 


Ex. 24 


P-16 


Y-8 


R-2 


- 


no 


830 


EX. 25 


P-19 


Y-9 


R-2 


- 


no 


830 


Comp. Ex. 18 


XP-1 


Y-5 


R-2 


- 


no 


830 


Comp. Ex. 19 


XP-3 


Y-6 


R-2 


- 


no 


830 


Comp. Ex. 20 


XP-6 


Y-6 


R-1 


S-5 


no 


830 


ooinp. ex. 


XH-7 


Y-7 


R-2 


S-5 


no 


830 


Comp. Ex. 22 


XP-9 


Y-7 


R-2 


S-6 


no 


830 


Comp. Ex. 23 


XP-11 


Y-B 


R-1 


S-7 


no 


830 


Comp. Ex. 24 


XP-1 6 


Y-8 


R-2 




no 


830 


Comp. Ex. 25 


XP-19 


Y-9 


R-2 




no 


830 



TABLE 5 





Press Life (Impressions) 


Storage Stability 


Sensitivitv (mJ/rm2\ 

wi twin » njf \ ' ' E w/ wl || 1 


Ex. 1 


200 


1.1 


0.05 


Ex. 2 


250 


1.05 


0.04 


Ex. 3 


200 


1.1 


0.05 


Ex. 4 


200 


1.1 


0.05 


Ex.5 


200 


1.1 


0.05 


Ex. 6 


250 


1.05 


0.04 


Ex. 7 


250 


1.05 


0.04 


Ex. 8 


200 


1.1 


0.05 


Ex. 9 


200 


1.1 


0.05 


Comp. Ex. 1 


100 


3.0 


0.1 


Comp. Ex. 2 


120 


2.0 


0.1 


Comp. Ex. 3 


100 


3.5 


0.1 


Comp. Ex, 4 


120 


2.0 


0.1 


Comp. Ex. 5 


110 


1.5 


0.09 


Comp. Ex. 6 


130 


3.5 


0.1 


Comp. Ex. 7 


130 


2.0 


0.1 


Comp. Ex. 8 


120 


3.5 


0. 1 


Comp. Ex. 9 


120 


4.5 


0.1 


Ex. 10 


180 


1.1 


0.1 


Ex. 11 


210 


1.05 


0.08 


Ex. 12 


190 


1.1 


0.1 


Ex. 13 


190 . 


1.1 


0.1 
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TABLE 5 (continued) 







Press Life (Impressions) 


Storage Stability 


Sensitivity (rr.J/cm 2 ) 


5 


Ex. 14 


190 


1.1 


0.1 


Ex. 15 


200 


1.1 


0.08 




Ex. 16 


200 


1.05 


0.08 




Ex. 17 


200 . 


1.1 


0.1 


10 


Comp. Ex. 10 


90 


3.0 


0.15 




Comp. Ex. 11 


100 


2.5 


0.12 




Comp. Ex. 12 


100 


3.5 


0.15 


15 


Comp. Ex. 13 


100 


2.0 


0.12 


Comp. Ex. 14 


100 


2.5 


0.12 




Comp. Ex. 15 


110 


3.0 


0.15 




Comp. Ex. 16 


100 


2.0 


0.12 


20 


Comp. Ex. 17 


120 


4.0 


0.20 




Ex. 18 


160 


1.1 


80 




Ex. 19 


180 


1.05 


70 


25 


Ex. 20 


160 


1.1 


80 


Ex. 21 


150 


1.1 


80 




Ex. 22 


180 


1.1 


80 




Ex. 23 


180 


1.05 


70 


30 


Ex. 24 


190 


1.05 


70 




Ex. 25 


160 


1.1 


80 




Comp. Ex. 18 


70 


2.0 


100 


35 


Comp. Ex. 19 


80 


3.0 


100 




Comp. Ex. 20 


90 


3.0 


90 




Comp. Ex. 21 


100 


2.0 


90 




Comp. Ex. 22 


100 


1.5 


100 


40 


Comp. Ex. 23 


70 


3.5 


90 




Comp. Ex. 24 


80 


1.5 


100 




Comp. Ex. 25 


90 


2.0 


90 



[0172] The compounds used in Examples are shown below. 



50 




(0.15g) (°-159) 



43 



EP 1 341 040 A1 



w 



15 



20 



25 



Y-2 

CGI-784 (from Ciba-Geigy, 
(0.1 5g) Lfcd - } 



Y-3 




(0.15g) O 



CGI-784(from Ciba-Geigy, 
Ltd.) 
(0.15g) 



Y-4 

// \ 



CF 3 




cci 3 

^ N 

CCI 3 

(0.159) 



/ 




(0.1 5g) g 




, C 2 H 5 




(0.15g) J 



30 



35 



40 



Y-5 

(from Ciba 

-Geigy f Ltd..) 
(0.1 5g) 



(CM 



R-1 : Pentaerythri:ol tetraacrylate 
R-2: Dipentaerythritol hexaacrylate 
R-3: 



45 



50 



CO; 



C0 2 




2 5 \*s 



C2H5 




(O.OSg) o 



<0.07g) 




OCONJ-k— ^v^s. 



NHCO 



2 \-oco-" > ^ 
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45 




40 

Comparative Polymers: 
[0173] 

45 

XP-1 ( P°2 H 

C0 2 CH 3 C0 2 CH 3 



55 



BNSDonirv ,co 
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XP ~ 3 CO a CK 3 



Mw=9O000 

CO a CH 3 C0 2 CH 3 



XP-6 

.OH 



n rrw I 20 Mw=soooo 



XP-7 




C0 2 - '°2CCH 3 COjH co 2 CH 3 M"=GO0O0 



XP-9 
^.OCH 3 

io 2 — 0 2 CCH 3 l Q2CH3 l ONHj Ih^OOOOO 



xp ~ 11 C0 2 H 

C0 2 CH 3 C0 2 ^ 



CO z H 

Jb=50000 



XP-16 



C0 2 H 



C0 2 CH 3 



C0 2 -^02CCH 3 C0 2 CH 3 CONH 2 



Mw=1OO000 
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XP-19 

C0 2 H 

C0 2 CH 3 C0 2 - O2CCH3 co 2 C 2 H 5 Mw = 8 0000 



XP-20 



CC^CHj GOa-^ 0 ^ 2 3 C0 2 CH 3 

HF1 10000 



[0174] The results in Table 5 prove that the photopolymerizable composition according to the invention forms a 
photosensitive layer with satisfactory storage stability and provides a lithographic printing plate having an extended 
press life. It is also seen that the photopolymerizable composition of the invention forms a photosensitive layer with 
higher sensitivity than that containing a polymer having no radical polymerizable group. 

[0175] The present invention provides a photopolymerizable composition, particularly a photo-radical polymerizable 
composition that is promising in imaging technology for its highest sensitivity, which provides a photosensitive layer 
excellent in all of film strength, storage stability and sensitivity. The photopolymerizable composition of the invention 
is specially suited to fabricate a lithographic printing plate precursor capable of direct writing with a solid state laser or 
a semiconductor laser emitting ultraviolet light, visible right or infrared light based on digital data from computers etc. 
The photopolymerizable composition therefore provides a lithographic printing plate precursor excellent in storage 
stability and sensitivity and a lithographic printing plate with an extended press life. 

[0176] This application is based on Japanese Patent application JP 2002-55881, filed March 1, 2002, the entire 
content of which is hereby incorporated by reference, the same as if set forth at length. 



Claims 



1. A photopolymerizable composition comprising a polymer having a radical polymerizable group and a unit repre- 
sented by the following formula (I): 




(I) 



wherein Q1 represents a cyano group or COX 2 ; X 1 and X 2 each independently represent -R- or a halogen atom, 
R represents a hetero atom; R a and R b each independently represent a hydrogen atom, a halogen atom, a cyano 
group or an organic residual group; X 1 and X 2 may be taken together to form a cyclic structure; R a and Rb may 
be taken together to form a cyclic structure; and X 1 and R a or R b may be taken together to form a cyclic structure. 

2. The photopolymerizable composition according to claim 1 , which comprises a radical polymerizable group intro- 
duced into X 1 . 
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3. The photopolymerizable composition according to claim 1 , which comprises a radical polymerizable qroup intro- 
duced into QV 

4. The photopofymerizable composition according to claim 1 , which comprises a radical polymerizab!e group intro- 
duced into a comonomer unit other than the unit represented by the formula (I). 

5. The photopoyrrerizable composition according to claim 1, wherein the polymer comprises a comonomer unit 
having an alkali-soluble group. 

6. The photopolymerizable composition according to claim 5 ; wherein the alkali-soluble group is a carboxyl group, a 
phenoxy group, or a sulfamoyl group. 

7. The photopofymerizable composition according to claim 4, wherein the unit represented by the formula (I) com- 
prises a cycle s:ructure. 

8. The photopofymerizable composition according to claim 1 , further comprising an infrared absorber having an ab- 
sorption wavelengths of 700 to 1 200 nm. 

9. The photopofymerizable composition according to claim 1 , further comprising an aromatic onium compound as a 
20 photopolyme-ization initiator. 

1 0. The photopolymerizable composition according to claim 1 , further comprising at leaset one of an aromatic sulfonium 
salt, an aromatic diazonium salt and an aromatic iodonium salt as a photopolymerization initiator. 

25 11. The photopolymerizable composition according to claim 1 , further comprising a metallocene compound as a pho- 
topolymeriza:ior initiator. 

12. The photopolymerizable composition according to claim 1 , further comprising a titanocene compound as a pho- 
topolymerizarior initiator. 

30 

13. The photopoymerizable composition according to claim 1. further comprising a visible light absoroer having an 
absorption wavelengths of 350 to 700 nm. 

14. An image forming method using the photopolymerizable composition according to claim 1 and a semiconductor 
35 laser having a wavelength of 400 to 700 nm. 

15. An image forming method using the photopolymerizable composition according to claim 1 and a semiconductor 
laser having a wavelength of 800 to 850 nm. 
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